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PREFACE TO THE FOURTH EDITION 

In the fourth edition changes have been made partly in ordei to 
re(‘,ord the significant advances of the last five years, which are naturally 
not too extensive, and partly in order to reflect the further change in 
|Kn\spective on the physical scene The long struggle to understand 
(piantiim phenomena is passing into history; the experimental physics 
of the nucleus is entering an adult stage; the field of most intense inter- 
est is now that of energies reckoned in billions of electron-volts. 
Besides numerous small changes of wording in some of the earlier 
chapters, there are extensive additions to Chap. XI on the nucleus and a 
shorter addition to Chap. XII on cosmic rays. 

Furthermore, the treatment of many-electron atoms in Chap. VIIl 
has been rewritten and simplified. The mam thread of discussion now 
proceeds in terms of quantum states rather than of wave functions, 
which are rather meaningless to a student who is not studying the 
mathematical theory. 

As in other editions, the senior or first-year graduate student has 
l>een kept in mind. It is thought that the book may serve as a text 
for a year course, similar to Richtmyer’s original course of lectures, or 
it may serve as a reference book for a shorter series of lectures. 

Grateful acknowledgment is made to Dr. L. H. Germer of the Bell 
l^elephone Laboratories, Inc., for a print used in the right-hand third of 
Fig. 78, and, for loan of an original cut, print, or drawing, to P. Kirk- 
patrick (Fig. 169), to J. W. Trischka (Fig. 178), to M. L. Wiedcrbeck 
(Fig. 212), to William Ogle (Fig. 202), to William Fowler (Fig. 216), 
and to D. J. Hughes (Mg. 230). 

E. H. Kknnakd 

Wasiiinciiok, I>, Cl 
1947 




PREFACE TO THE THIRD EDITION 


After the sudden death of Piolessor Richtmyei, it was decided that 
the writer should undeitake the preparation of a new edition of his 
‘^Introduction to Modem Physics^’ Closei inspection showed that 
something like a major opeiation would be necessaiy, so greatly has 
the scene changed in physical leseaich during the last ten years In 
atomic theory, wave mechanics has become thoroughly established; 
and expel imental advance has been rapid in the physics of the nucleus 
and of fundamental particles, as observed in the phenomena of cosmic 
lays If the book was to remain true to its title, extensive additions 
seemed necessary, and to make room for them the existing material 
had to be shortened, at the same time, much of the discussion needed 
1 coasting in order to give due recognition to the triumph of wave 
mechanics 

In making these changes, the writer has striven to retain as much 
as possible of the characteristic features of the book Nevertheless, 
its fi lends will no doubt be shocked to discover that only a minoi part 
of it stands substantially as in the second edition The double process 
of shoitening and of modernizing the viewpoint was found to neces- 
sitate extensive rearrangement and much rewriting of the material. 
The writer can only hope that he has not fallen too far short ot his goal 
in attempting to produce an up-to-date equivalent of the first edition 

Briefly, the course of the revision has been as follows. The his- 
torical introduction, abbreviated, is followed by a single chaptei, 
rewritten, on those topics in electromagnetism which are needed foi 
the subsequent discussion and aie not always adequately treated in 
general textbooks Between the chapters on the photoelectiic effect 
and on the origin of the quantum theory is inserted a short chaptei 
on lelativity. Then comes a single chapter, replacing Chaps IX and 
X, containing the essential ideas concerning the nuclear atom, spectral 
series, and atomic quantum states The Bohr theory of hydiogen 
IS retained, because of its pictorial value, but with a clear statement 
as to its true status. A descriptive chapter on wave mechanics is 
then followed by a single chapter, replacing Chaps XI and XII, on 
the theory of the periodic table and on optical spectroscopy. The 
chapter on specific heats, which might perhaps have been omitted, 
IS inserted next The chapter on X-rays has been thoroughly revised 
m collaboration with Prof. L. G Parratt. The book closes with the 
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chapter oa the nucleus, considerably extended, and a new chapter on 
cosmic-ray phenomena. 

The writer takes pleasure in acknowledging his indebtedness to 
many of his colleagues in Cornell University, in particular to Prof. 
L. G. Parratt, to Prof. B. Eossi for assistance in the field of cosmic 
rays, and to Dr. C. W. Gartlem for photographic copies of illustrations. 
Grateful acknowledgment is also made for permission to use figures 
from other sources: to G. Herzberg and to Prentice-Hall, Inc., for Figs. 
50, 51, 125, 128, 129; to A. H. Compton and S. K. Allison and to D. 
Van Nostrand Company, Inc , for Figs. 165, 166; to 11. E. White, for 
Figs. 91, 118; to Prof. C. D Anderson for photographs for Fig. 
231; and to Prof. L. G. Parratt for a cut for Fig. 177. Further- 
more, m accord with the statement in the preface to the second edition, 
grateful acknowledgment is made to Dr. K. T. Bainbridge for Fig 183; 
to Dr. C. J. Davisson and L. H. Germer (and to the editors of the 
Bell System Technical Journal and of the Proceedings of the N ational 
Academy of Sciences) for Figs. 71 to 76; to Prof. G. P. Thomson (and 
Cornell University) for Fig. 78(6); and to Dr. I. Fankuchen for mak- 
ing the plate from which Fig. 78(o) was reproduced. Finally, the 
writer is greatly indebted to Dr. W. M. Cady and to other users of the 
book for invaluable criticisms and suggestions. 

E. H. Kknnakd 

Ithaca, N. Y 
January^ 1942 



PREFACE TO THE FIRST EDITION 

Foi several yeais, the author has given at Cornell University, 
and, occasionally, in summer sessions elsewhere, a couise of lectures 
under the title Introduction to Modern Physical Theories These 
lectures have been adapted, as far as possible, to meet the needs of 
two gioups of students' (1) those special students in physics who, 
lief 01 e entering the specialized graduate courses, desire a survey of the 
origin and development of modern physics in order the better to 
understand the interrelations of the more advanced courses; and (2) 
those students who, pursuing either academic or professional curricula 
and having had the usual elementary undergraduate courses in physics, 
wish a further bird^s-eye view of the whole subject. This book is 
based upon these lectures and has been prepared, although rather 
leluctantly, as a result of the importunities of former students and 
other friends 

The purpose of this book is, frankly, pedagogical. The author 
has attempted to present such a discussion of the origin, development, 
and piesent status of some of the more important concepts of physics, 
classical as well as modern, as will give to the student a correct perspec- 
tive of the growth and present trend of physics as a whole. Such a 
perspective is a necessary basis — so the author, at least, believes — ^for 
a more intensive study of any of the various subdivisions of the subject. 
While for the student whose interests are cultural, or who is to enter 
any of the piofessions directly or indirectly related to physics, such as 
engineering, chemistry, astronomy, or mathematics, an account of 
modern physics which gives the origin of current theories is likely to 
be quite as mteiesting and valuable as in a categorical statement of 
the theories themselves Indeed, in all branches of human knowledge 
the ^^why’^ is an absolutely indispensable accompaniment to the 
^ ^ what ^ ^ ^ Why ? ^ ^ is the proverbial question of childhood. ^ ^ Why ? ^ ' 
inquires the thoughtful (!) student in classroom or lecture hall 
Why?^^ demands the venerable scientist when listening to an exposi- 
tion of views held by a colleague Accordingly, if this book seems to 
lay somewhat greater emphasis on matters which are frequently 
regarded as historical, or, if heie and theie a classical experiment is 
described in greater detail than is customary, it is with a desire to 
recognize the importance of '‘why.’^ 

If one were to attempt to answer all of the ^Svhy^s'^ raised by 
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an intelligent auditor m answer to a categorical statement, such as, 
''The atom of oxygen is composed of eight electrons surrounding a 
nucleus containing four alpha particles/^ one would have to expound 
a laige part of physical science from Copernicus to Rutherford and 
Bohr To attempt a statement of even the more important concepts, 
hypotheses, and laws of modern physics and of their origin and 
development would be an encyclopedic task which, at least m so fat 
as concerns the aim of this book, would fall of its own w^eight Accord- 
ingly, it has been necessary to select those parts of the subject which 
best serve oui purpose This selection, as well as the method ot 
presentation, has been based upon the experience gained in giving the 
above-mentioned lectures to numerous groups of students Many 
very important developments, particularly the more recent ones, 
eithei have been omitted entirely or have been given only a passing 
comment And even in those parts of the subject which have been 
discussed, there has been no attempt to bring the discussion strictly 
up to date Indeed, vith the present rapid growth of physics, it 
would be quite impossible for any hook, even a special treatise, to be 
strictly up to date. Happily, for our purpose, up-to-date-ness is not 
an imperative requisite, since it is assumed that the student wRo 
wishes the latest knowledge will consult the cm rent periodicals 

In this connection, it should be emphasized that this book is an 
introduction to modern physical theories and is intended neither as a 
compendium ot information nor as a critical account of any of the 
subjects discussed In preparing the manuscript, the author has 
consulted freely the many very excellent texts which deal with the 
various special topics Save for here and there a veiy minoi item, 
or an occasional novelty in presentation, the book makes no claim to 
originality, except, perhaps, as regards the viewpoint from which some 
parts have been written. 

It IS assumed that the student is familiar with the elementary 
principles of calculus, for no account of modern physics can dispense 
with at least a limited amount of mathematical discussion, if for no 
other reason than to emphasize the fact that, in the progiess of physics, 
theory and experiment have gone hand in hand Partly, however, for 
the sake of bievity and partly in the attempt always to keep the 
undei lying physical principles in the foreground, numerous short 
cuts” and simplifications, some of them perhaps rather questionable 
from a precise standpoint, have been introduced These elisions 
should cause no confusion 

The student who, m his educational career, has reached the point 
where he can, with piofit, pursue a course based on such a book as 
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this, has passed beyond the stage where he assimilates only the material 
presented m lecture or class and has come to regard a course’^ as a 
channel to guide his own independent studies, branching out from the 
'^course ” in such directions as his fancy or interests may lead him It 
IS hoped that students reading this book will do likewise Deliber- 
ately, the author has not given a collected bibliography at the end of 
each chaptei, or a list of problems and suggested topics for study. 
Rathei, leferences, in most cases to original souices, have been given at 
appiopriate points in the text, and it is hoped that, starting from 
these references, the student will prepare his own bibliography of 
such parts of the subject as appeal to him The advantage to the 
student of such a procedure is obvious Quite apart from the value 
of the experience gained m making contact with, and m studying, the 
literature of any subject, the reading oi fir st-hand accounts of at least 
some of the more important developments will give the student a better 
understanding of the subject than can, in general, be gained by text- 
book study only Accordingly, he will find here and there throughout 
this book suggestions of important articles which should be read m the 
original Likewise, in many places the discussion has, of necessity, 
been brief, and the student is referred to special treatises for further 
details Various supplementary questions and problems will also 
arise at numerous points as the student reads the text. 

There is no more fascinating story than an account of the develop- 
ment of physical science as a whole. {Any scientist would probably 
make the same statement about his own science 0 Such a study leads 
to certain broad generalizations which are of outstanding importance 
in evaluating current theories and concepts For example, one finds 
that, taken by and large, the evolution of physics has been charac- 
terized by continuity That is to say: With few exceptions, the ideas, 
concepts, and laws of physics have evolved gradually; only here and 
there do we find outstanding discontinuities The discovery of photo- 
electricity, of X-rays, and of radioactivity represent such discontinui- 
ties and are correctly designated ^discoveries” But we must use 
^discover” in a quite different sense when we say that J J Thomson 
^discovered” the electron. The history of the electron goes back 
at least to Faraday. Thomson's experiments are all the more brilliant 
because he succeeded in demonstrating, by direct experiment, the 
existence of something, evidence concerning which had been previously 
indirect Then, there are the respective roles played by qualitative 
and by quantitative work Numerous important discoveries have 
been made ^dy investigating the next decimal place ” Witness the 
discovery of argon And ever since Kepler proved that the orbits 
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of the planets are elhpses, relations expressible in qmntitatwe foim 
have earned greater weight than those which could be stated only 
qualitatively. For example, Rumford’s experiments on the production 
of heat by mechanical means were suggestive. But Joule’s measure- 
ment of the mechanical equivalent of heat was convincing. If, directly, 
or indirectly by inference, the author has succeeded here and there in 
the text in pointing out such generalizations as these, one more object 
which he has had in mind will have been accomplished. 

The author wishes to take this occasion to acknowledge his obliga- 
tions to those who have aided in the preparation of this book: to his 
wife, for assistance in preparing the manuscript and in proofreading; 
and to his many students, whose generous approbation of the lecture 
courses upon which the book is based has, in a large part, inspired its 
preparation. He is particularly indebted to Dr. J. A. Becker, of the 
Bell Telephone Laboratories, Inc., for his invaluable aid in readmg the 
manuscript, pointing out numerous errors, and suggesting important 
improvements. 

F. K. Richtmybe 

Ithaca, N Y. 

July, 1928 
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INTRODUCTION 

The term modern physics/’ taken literally, means, of couise, the 
sum total of knowledge included under the head of present-day physics. 
In this sense, the physics of 1890 is still modern, very few statements 
made m a good physics text of 1890 would need to be deleted today 
as untrue. The principal changes required would be in a few generali- 
zations, perhaps, to which exceptions have since been discovered, and 
in certain speculative theories, such as that concerning the ether, 
which any good physicist of 1890 would have recognized to be open to 
possible doubt. 

On the other hand, since 1890, there have been enormous advances 
m physics, and some of these advances have brought into question, 
or have directly contradicted, certain theories that had seemed to be 
strongly supported by the experimental evidence 

For example, few, if any, physicists in 1890 questioned the wave 
theory of light Its triumphs over the old corpuscular theory seemed 
to be final and complete, particulaily after the brilliant experiments of 
Hertz, in 1887, which demonstrated, beyond doubt, the fundamental 
soundness of Maxwell’s electromagnetic theory of light And yet, 
by an irony of fate which makes the story of modem physics full of 
the most interesting and dramatic situations, these very experiments of 
Hertz brought to light a new phenomenon — the photoelectric effect — 
which played an important part in establishing the quantum theory. 
The latter theory, in many of its aspects, is diametrically opposed to 
the wave theory of light; indeed, the reconciliation of these two 
theories, each based on incontrovertible evidence, was one of the great 
problems of the first quarter of the twentieth century 

It will be the puipose of the following pages to give an outline of the 
origm, development, and present status of these parts of physics which 
have developed during the last half-century 

But a history of the United States cannot begin abruptly with 
July 4, 1776 In like manner, if we would understand the full meaning 
of the growth of physics since 1900, we must have clearly in mind at 
least the main events in the development of the subject up to that time 

1 
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Accordingly, we shall begin our study by a brief account of the history 
of physics up to a half-century ago 

In presenting this brief historical survey, a further purpose has 
been kept in mind toward which it is hoped that the reader will be, 
ultimately at least, sympathetic. Modem scientists, with few excep- 
tions, have grossly neglected to cultivate the history of their respective 
sciences. How many physicists can answer the questions. When 
was the law of the conservation of energy first enunciated? Who was 
Count Rumford’ Did the concept of universal gravitation spring 
fuU grown from the head of that genius, Newton? Indeed, when did 
Newton live? 

Just as any good American should know the essential outline of the 
history of his country, so any good physicist should know the prin- 
cipal facts in the history of physics. For, in that history, in the lives 
of those men whose labors have given us our subject, and in the part 
that physics has played in molding human thought and in contributing 
to modem civilization, the student will find a story which is as full of 
human interest and inspiration as any subject of the curriculum. 
What can be more inspiring than the life of Michael Faraday and his 
whole-souled devotion to his work? The physicist owes it to his 
science to possess such a knowledge of the history of physics as gives 
him a correct perspective of the development and present-day impor- 
tance of the subject and, in turn, enables him to acquaint his con- 
temporaries in other fields with these essential facts 

It IS hoped, therefore, that the student who proposes to follow 
physics as a profession, as well as the student whose interest is largely 
cultural, will extend the following all too brief historical sketch by 
independent study, particularly of biography. 

In order to make it easier to keep the essential facts in mind, we may 
somewhat arbitrarily divide the history of physics into four periods. 

The First Period extends from the earliest times up to about 
1550 A.D., this date marking approximately the beginning of the 
expeiimental method. During this long era, there was some advance 
in the accumulation of the facts of physics as a result of the observation 
of natural phenomena, but the development of physical theories was 
rendered impossible, partly by the speculative, metaphysical nature 
of the reasoning employed, but more particularly by the almost com- 
plete absence of experiment to test the correctness of such theories 
as were proposed. The main characteristic of this period, thwefore, 
is the absence of systematic experiment. 

The Second Period ^ends from 1550 to 1800 a.d. Allteuji^ 
numerous basic advances were made during this padod — by such men 
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as Gilbert, Galileo, Newton, Huygens, Boyle — its most important 
characteristic is the development and the firm, establishment of the experi- 
mental method as a recogmzed and accepted means of scientific inquiry 
This period was inaugurated by the classic work of Galileo (1564- 
1642); but it took nearly two centuries more to overcome prejudice, 
dogma, and rehgious intolerance and to bring universal recognition, 
even among scientific men, of the basic pnnciple that 

science can advance only so far as theories, themselves based upon experi- 
ment, are accepted or rejected according as they either agree with or are contrary 
to other experiments devised to check the theory. 

The Third Period, 1800-1890, is characterized by the develop- 
ment of what is now called “classical physics" in contrast mth the 
“quantum physics” of the present century The experiments of 
Count Rumford and Joule led to our present kinetic theory of heat. 
The observations of Thomas Young (1802) and his proposal of the 
prmciple of interference (of two beams of light) resulted ultimately 
in the triumph of Huygens’s wave theory of light over the corpuscular 
theory And the researches of Faraday and others gave Maxwell 
the material for the crowning achievement of this period, the electro- 
magnetic theory. 

So profound were these and other developments that, by 1880, 
not a few physicists of note believed that all the important laws of 
physics had been discovered and that, henceforth, research would be 
concerned with clearing up minor problems and, particularly, with 
improvements of methods of measurement so as “to investigate the 
next decimal place.” They could not foresee that the world of 
physics was on the eve of a series of epoch-making discoveries destined, 
on the one hand, to stimulate research as never before and, on the 
other, to usher in an era of the application of physics to industry on a 
scale previously unknown. 

The Fourth Period may be said to begin with the discovery of 
the photoelectric effect (1887). In the first decade of this period 
there were discovered, in rapid succession: X-rays, in 1895; radio- 
activity, in 1896, the electron, in 1897. The beginnings of the quan- 
tum theory date from 1900. From 1900 to 1925 the older form of 
the quantum theory grew to occupy a commandmg position in almost 
every field of physics; the nuclear type of atom and its relation to the 
emission and absorption of radiation were developed to a high degree; 
research in physics, stimulated in part by these outstanding dis- 
coveries and in part by extensive mdustrial applications, increased 
to almost a new order of magnitude. Then, when physicists were 
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just beginning to grow accustomed to the use of either the classical 
theory or the quantum theory, according to the problem in hand, 
the theoretical papers of de Broglie, Heisenberg and Schrodinger, 
and the experimental work of Davisson and Germer and of G P. 
Thomson, beginmng about 1925, imtiated the new form of quantum 
theory known as wave mechamcs This new theory has effected, in a 
ladical and remarkable way, a synthesis of classical and quantum 
physics and has already exerted almost as profound an influence on 
physics as did the discoveries of Newton over two and a half centuiies 
ago Perhaps the historian of a few decades hence may designate 
1925 as marking the beginning of sl fifth period in the history of physics 

It IS obviously far beyond the scope of this book to give a detailed 
account of the history of physics during each of these periods Instead, 
in the first chapter we shall discuss briefly the history of physics up 
to the establishment of the electromagnetic theory of light There- 
after we shall not adhere strictly to the historical method. In the 
first chapter, furthermore, we shall make no attempt to give a complete 
outline of the history of physics, but we shall select such material for 
presentation as best illustrates general trends and viewpoints. No 
mention at all will be made of the work of many distinguished physi- 
cists of the past It is hoped that the student will fill in the gaps by 
supplementary reading. 

The real ^introduction to modern physics'' begins with Chap III. 
It should be emphasized again that this book is an introduction to 
the subject and is in no sense a compendium. If little or no mention 
is made of such important branches of physics as thermionics, crystal 
structure, or the theory of the solid state, it is because of the feeling 
that the student's interests will be served best by discussing relatively 
few subjects more thoroughly. 

It is desirable, of course, that a book dealing with modern physics 
should be up to date. The subject is growing at such an astonishing 
rate, however, that any book, even if up to date when published, 
would be out of date within a few months. Accordingly, those topics 
have been selected for discussion which seem most likely to remain 
permanently important and to provide the student with the most 
effective starting point for further study. 



CHAPTER I 
HISTORICAL SKETCH 
FIRST PERIOD; EARLIEST TIMES TO 1660 A.D, 

1. The Greeks. — Relatively speaking, the contributions made by 
the Greeks to the natural sciences were far less than their contributions 
to mathematics, literature, art, and metaphysics. Nevertheless, in 
spite of their vague and misty philosophizing concerning natural 
phenomena and in spite of their general failure to test theory by 
experiment, the Greeks gave to the world much of the physics that 
was known up to 1400 ad. In their writings, one finds, here and 
there, the germ of such fundamental modern principles as the con- 
servation of matter, inertia, atomic theory, the finite velocity of light, 
and the like. 

2. Thales of Miletus (624r-547 b.c.), according to Aristotle, was 
acquainted with the attractive power of magnets and of rubbed amber. 
He is often said to have discovered the inclination of the ecliptic and 
the spherical shape of the earth, ^ but Anstotle credited him with the 
doctrine that the earth was cylindrical in shape and rested on water. 

3. P 3 rthagoras (580-500 b.c ) was one of the greatest of the early 
Greek philosophers and the founder of the Pythagorean school. He 
held that the earth is spherical, although the basis of this belief is 
not known. According to Heath,^ his argument was probably a 
'^mathematico-esthetic^' one based on the idea that 'Hhe sphere is 
the most perfect of all figures/' Pythagoras himself, and probably 
his immediate successors among the Pythagoreans, believed that the 
entire universe was spherical in shape with the earth at its center 
and that the sun, stars, and planets moved in independent circles 
around the earth as a center. 

4. Anaxagoras (500-428 B.c.) and Empedocles (484-424 b.c.) 
According to Plato, Anaxagoras neglected his possessions in order to 
devote himself to science. He is credited with the view that the moon 
does not shine by its own light but that “the sun places the brightness 
in the moon" and “the moon is eclipsed through the interposition of 
the earth." Also, “The sun is eclipsed at new moon through the 

1 RosTOBKBOBia, F., ^'Greschicht^ der Physik," vol. I, p. 0. 

* Hbaiw, T. L., “Aristarohtis of Samos.” 
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interposition of the moon/’^ Apparently, however, human nature, 
as well as human curiosity, has not changed for 2,500 years, for Anaxag- 
oras was accused of impiety because he taught that the sun was a 
red-hot stone and that the moon was simply earth, and for holding this 
doctrine he was bamshed from Athens. 

To Anaxagoras is due the germ of the idea of the atomic hypothesis 
of Democritus, who lived in the next generation Anaxagoras denied 
the contention of the earlier Greeks regarding the creation or destruc- 
tion of matter He taught that changes in matter are due to combina- 
tions or separations of small, invisible particles (spermata). These, 
particles themselves were conceived to be unchangeable and imperish- 
able but different from each other in form, color, and taste. This 
doctrine foreshadowed the law of the conservation of matter. 

Empedocles, on the other hand, reduced the elements to four — earth, 
water, air, and fire — through combinations and separations of which 
the All exists. He also held definite views concerning the phenomena 
of light According to him, light is due to the emission by the lumi- 
nous or visible body of small particles that enter the eye and are then 
returned from the eye to the body, the two '' streams” giving rise to 
the sense of form, color, etc. 

According to Aristotle, Empedocles believed that light ^ Hakes time 
to travel from one point to another.” This idea was rejected by 
Aristotle, who stated that ^Hhough a movement of light might elude 
our observation within a short distance, that it should do so all the 
way from east to west is too much to assume.”^ 

6. Democritus (460-370 B.c.) gave more definite form to the atomic 
hypothesis of Anaxagoras by postulating that the universe consists of 
empty space and an (almost) infinite number of indivisible and invisible 
particles which differ from each other in form, position, and arrange*- 
ment. In support of this hypothesis, Democritus argues that the 
creation of matter is impossible, since nothing can come from nothing 
and, further, nothing which is can cease to exist. Aristotle^ puts the 
argument in this form: 'Hf, then, some one of the things which are is 
constantly disappearing, why has not the whole of what is been used 
up long ago and vanished away?” But Aristotle rejects the atomic 
hypothesis which, mdeed, on the basis of speculative reasoning alone, 
could not evolve beyond the point where Democritus left it. 

6. Aristotle (384-332 b.c.), a pupil of the philosopher Plato, con- 
tributed so much to all branches of knowledge — lo^c, rhetoric, ethics, 

^ Ihtd,, p. 78. Quotations cited from late Greek writers. 

® Quoted by Heatb, op, mi., p 93 

3 "'De Generatione et Corruptione,'^ Book I, Cap. Ill, translated by H. H. 
Joachim, the Clarendon Press, Oxford, 1922 
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metaphysics, psychology, natural science— that it is difficult to sift 
out that which is germane to a brief history of physics. Perhaps the 
most important single fact is the tremendous influence which, as a 
result of his intellectual brilliance and achievements in many branches 
of learning, he exerted for many succeeding centuries in all branches, 
physics included. Viewed from our twentieth-century vantage point, 
however, not a little of his reasomng concerning the physical universe 
sounds like piffle. For example, in ^^De Generatione et Corruptione,” 
he discusses the ''coming-to-be” and the "passing-away” of things, 
and argues for the indestructibility of matter by saying that (Book II, 
Cap. X) “it IS far more reasonable (to assume) that what ts should 
cause the coming-to-be of what zs not than that what is not should cause 
the being of what is,'* which is understandable But then follows the 
curious argument. “Now that which is being moved is, but that which 
IS coming to be is not; hence, also, motion is prior to coming-to-be . . 
and we assert that motion causes coming-to-be ” But coming-to-be 
and passing-away are two processes contrary to one another. There- 
fore, says Aristotle, we must look for two motions, likewise contrary, 
as the cause of both coming-to-be and passing-away. Since these 
processes go on continuously, we must look for continuous motion 
Only ^notion m a circle is continuous, and motion m an inclined circle 
has the necessary duality of opposing movements. Such a motion 
is that of the sun along the ecliptic, which, as it approaches (spring), 
(‘auses coming-to-be and, as it retreats (autumn), causes decay. 

And yet Aristotle frequently calls m observed facts to substantiate 
his speculations. For example, in “De Caelo” (Book II, Cap. XIV), 
after proving, by a more or less abstract argument, that the earth is 
spherical, he says: 

The evidence of all the senses further corroborates this How else would 
echpses of the moon show segments as we see them? . . . since it is the inter- 
position of the earth that makes the echpse, the form of this hne the 
earth's shadow on the moon) will be caused by the form of the earth's surface, 
which is therefore sphencal. 

He also points to the apparent change in altitude of the stars as one 
travels north or south and concludes that “not only is the earth circu- 
lar, but it is a circle of no great size.” 

Indeed, in theory if not in his own practice, Aristotle places great 
emphasis on the importance of facts in connection with scientific 
development. In a paragraph in “De Generatione et Oorruptione” 
(Book |[, Cap. II), he says; 

Lack of e:x3peiieiice (fimioishes our power of taMng a compr^nsive view 
of the admitted facta. Hence, those who dwell in intimate association with 
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nature and its phenomena grow more and more able to formulate, as the 
foundation of their theones, principles such as to admit of a wide and coherent 
development, while those whom devotion to abstract discussions has rendered 
unobservant of the facts are too ready to dogmatize on the basis of a few 
observations. 

This IS surely good doctrine even for twentieth-century scientists! 

An attempt to summarize Aristotle^s views on physics is beyond 
the scope of this book, but reference may be made to two of his doc- 
trines because of their bearing upon subsequent history. 

The first is his supposed views on falling bodies The statement 
is commonly made that Aristotle held that a heavy body would fall 
from a given height with greater velocity than a light body It is 
difficult, however, to be sure from Aristotle’s extant writings just 
what he actually held in regard to this point. The passages that 
seem to refer to it occur in the course of his arguments against the 
possibility of the existence of a void For example, he states^* 

. . We see the same weight or body moving faster than another for two 
reasons, either because there is a difference in what it moves through, as 
between water, air, and earth, or because, other things being equal, the moving 
body differs from the other owing to excess of weight or lightness. . . . And 
always, by so much as the medium is more incorporeal and less resistant and 
more easily divided, the faster will be the movement. 

Here, as elsewhere, Aristotle speaks always of movement of a body ^ 
through a medium It has been suggested by GreenhilP that he may 
have meant terminal velocity, such as the constant velocity of ram 
drops as they approach the ground The heavier drops do fall faster 
It seems perhaps more probable that Aristotle, believing that a medium 
of some sort must always be present, was unaware of such distinctions 
as that between terminal and nonterminal velocity and actually did 
believe that in all stages of its motion the heavier body falls faster.^ 

The second doctrine referred to is that of the motion of the earth, 
sun, and planets In his ‘^De Caelo” (Book II, Cap. XIV), after a 
series of abstract arguments, in the course of which he states that 
“heavy bodies forcibly thrown quite straight upward return to the 
point from which they started even if they be thrown to an infiimte ( !) 
distance,” Anstotle concludes “that the earth does not move and does 
not lie elsewhere than at the center.” He supposed that the sun, 
planets, and stars are carried by a series of concentric spheres which 

^ TMs and the followmg quotation from Aristotle are taken from “The Works 
of Aristotle translated mto English,” vol. II, the Clarendon Press, Oxford, 19B0. 

* Gbeenhill, Nature^ vol 92, p 584, 

® Cf CooFEB, L , “Aristotle, Gahleo, and the Tower of 1935. 
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revolve around the earth as a center The authonty of Aristotle was 
so great as to render stenle the brilliant work of Anstarchus in the next 
century. 

7. Aristarchus (about 310-230 b.c.) enunciated a cosmogony identi- 
cal with that proposed by Copernicus nearly 2,000 years later. No 
mention of this hypothesis is made in his only extant work, ^‘On the 
Sizes and Distances of the Sun and Moon,” but Archimedes tells us, m 
a book called “The Sand-reckoner,” that “Anstarchus of Samos 
brought out a book” containing the hypothesis “that the fixed stars 
and the sun remained unmoved; that the earth revolves around the sun 
m the circumference of a circle, the sun lying in the middle of the 
orbit ” ; and that “the sphere of the fixed, stars” is very great compared 
with the circle in which the earth revolves The prestige of Aristotle 
was too great, however, and the geocentnc hypothesis that he sup- 
ported was so completely satisfactory to the ancient mind that Ans- 
tarchus’ theory was practically lost for nearly 2,000 years ^ 

8. Archimedes (287-212 b.c ), whose name is known to every 
student of elementary physics because of the famous principle of 
hydrostatics that bears his name, was one of the most noted physicists 
of antiquity He was a man of great ability in what would now be 
called “theoretical (or mathematical) physics” as well as a practical 
engineer — a sort of ancient Lord Kelvin. In one of his books already 
mentioned, “The Sand-reckoner,” he computes that 10®® grains of 
sand would fill the sphere of the universe as fixed by Aristarchus. 
In another, “On Floating Bodies,” he lays the foundations of hydro- 
statics. His Proposition 7, in this book, enunciates the famous princi- 
ple: “A solid heavier than a fluid will, if placed in it, descend to the 
bottom of the fluid, and the solid will, when weighed in the fluid, be 
lighter than its true weight by the weight of the fluid displaced.” 

9. From the Greeks to Copernicus. — To give but a passing com- 
ment to the 17 centuries between Archimedes and Copernicus would 
seem to give the reader the impression that no developments of moment 
occurred during that long period. This impression is almost correct 
During ancient times Ptolemy of Alexandna (70-147 ad) collected 
the optical knowledge of his time in a book in which he discusses, 
among other thmgs, reflection from mirrors — plane, convex, concave — 
and, particularly, refraction, which Ptolemy evidently studied experi- 
mentally. He gives, in degrees, relative values of angles of incidence 

1 Heath’s 'Aristarchus of Samos” is an exceedingly interesting and valuable 
book. It contains a review of eaiiy Greek astronomy up to the time of Anstarchus, 
a discui^^on of his worky and a translation of his only extant book, On the Sizes 
and D]»taiws of the Sun and Moon.” ' < i ■ 
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and of refraction for air-water, air-glass, and water-glass surfaces and 
descnbes an apparatus by which he determined these quantities; he 
states that for a given interface these two angles are proportional 
He also mentions atmospheric refraction as aifecting the apparent 
position of stars. He invented a complicated theory of the motions 
of the planets in their orbits about the earth in order to explain their 
apparent motions among the stars 

From Ptolemy to the Arabian Alhazen, is a span of nine centuries — 
twice the total lapse of time from the discovery of America to the 
present — during which there was *stagnation in almost all lines of 
intellectual pursuits. But about the eighth century ad, as an 
indirect result of religious activity, the Arabs began to cultivate 
chemistry, mathematics, and astronomy, in large part by translating 
into Arabic the works of the Greeks but also, in a few instances, by 
making original contributions. .About the year 1000, Alhazen pro- 
duced a work on optics in seven books. This treatise sets forth a 
clear description of the optical system of the eye, discusses the laws 
of concave and convex mirrors, both spherical and cylindrical, and 
carries the subject of refraction a little further by recognizing that 
the proportionality between the angles of incidence and refraction 
holds only for small angles. 

During the next 500 years, a very few advances in physics were 
made. Roger Bacon (1214r“1294), British philosopher and scientist 
and a monk of the Franciscan Order, taught that in order to leam the 
secrets of nature we miist first observe. He believed in mathematics 
and in deductive science, but he clearly realized that only as scientific 
conclusions are based on observed phenomena and tested by experi- 
ment can useful knowledge result. 

About the same time Petrus Peregrinus recognized that magnetic 
poles are of two kinds, like poles repelling and unlike attracting each 
other. 

Then there was Leonardo da Vinci (1452-1519), Italian painter, 
architect, sculptor, engineer, and philosopher, whose greatness m 
a scientist has come to be appreciated only in recent years, for his 
works were left in manuscript form and were probably not widely 
known among his contemporaries — ^for which reason his influence 
on early science is comparatively insignificant. His belief in the value 
of experiment is worthy of the twentieth century: Before making 
this case a general rule, test it by experiment two or three times 
and see if the experiment produces the same effect/' Although 
exptemed in the vague language of his tiipe, some of his ideas con- 
cerning what we now refer to as ''force/' '^inertia," "acceleration," 
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the ^‘laws of motion,” etc., were qualitatively correct Concerning 
perpetual motion, he wrote* '^Oh, speculators on perpetual motion, 
how many vain projects of the like character you have created^ Go 
and be the companions of the seaichers after gold ” Rejecting the 
Ptolemaic theory, he held that ^'the sun does not move ” That 
he was not persecuted or even burned at the stake, as was Bruno a 
century later, for holding such revolutionary and, therefoie (0, 
heietical views is probably due to the fact that his doctrines were 
given so little publicity, for, holding no academic position, he did not 
teach, and he published nothing 

Finally, in the sixteenth century, the full force of that period of 
intense intellectual activity known as the Renaissance began to 
be felt in the field of physics Then were produced such men as 
Copernicus, Tycho, Kepler, Galileo, Newton, who with their con- 
temporaries and colleagues, in a space of hardly more than a century, 
completely broke the spell” of Aristotle and made possible the 
beginnings of modern experimental science. In so far as the helio- 
centric theory completely revolutionized man^s conception of the 
universe and his place in it, it is quite correct to regard the work of 
Copernicus as beginning a new era in scientific thought But had 
it not been for other discoveries coming immediately after Coper- 
nicus, such as the telescope, Kepler^s laws, Galileo's famous experi- 
ments on falling bodies, and many others, it is quite possible that the 
theory of Copernicus would have had the same fate as that of Aris- 
tarchus centuries earlier. It is, therefore, fitting to regard the birth 
of the Copernican theory as closing the first period in the history of 
physics 

10. The Copernican System. — Copernicus (1473-1543), a younger 
contemporary of Columbus, spent most of his life as one of the leading 
canons in the monastery at Frauenburg, near the mouth of the Vistula 
As a student, however, he had studied, among other subjects, mathe- 
matics and astronomy, at the University of Bologna, he was a pupil 
of a famous astronomer, Novara, who supported the Pythagorean 
system of the universe as against the Ptolemaic Copernicus's new 
theory of the universe is set forth m his '^De Revolutionibus Orbium 
Coelestium,” which he allowed to be printed near the close of his life 
The new theory appear^ to have been the result of long reflection upon 
the difficulties of the current astronomical theory of his day, and 
upon the various speculations of ancient philosophers. 

Copernicus perceived that, by assuming that the earth is a 
planet like the others and that all the planets move in circles around 
the sun, a great simplification, both philosophical and mathematical, 
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could be made with regard to the world system He could thus 
easily account for the seasons and for the apparent retrograde motion, 
at times, of the planets. The rotation of the earth on its axis causes 
the apparent daily motion of the sun, moon, and stars, and he pointed 
out that, probably, the stars are too far away for any motion of the 
earth to affect their apparent positions. He gave the correct ordei 
of the planets from the sun outward. 

Whatever the system as proposed by Copernicus lacked quanti- 
tatively, it was correct, in its mam outline, qualitatively Its reason- 
ableness set a few men thinking and did much to usher in a new era 
in science, an era that could come only when truth could have the 
opportunity of standing alone, unaided or unhindered by the “author- 
ity" of 2,000 years 

SECOND PERIOD (1660-1800 A.D.) : 

RISE OF THE EXPERIMENTAL METHOD 

11. Galileo Galilei (1564-1642).— Galileo is widely, and quite 
correctly, regarded as the father of modern physics To be suio, 
modern physics has grandfathers and still more remote ancestors, 
but none of them gave to experimental physics so much as Galileo 
Physicists should be acquainted with the main details not only of his 
scientific work but also of his life. The student is urged, therefore, 
to peruse one of the several biographies and to read some of Galileo’s 
wntmgs, at least in translation. Even a short time spent in following 
his deductions and in reading firsthand something he wrote will prove 
both interesting and instructive. 

Galileo was descended from a noble family, and it is quite probable 
that he inhented from his father the spirit of free inquiry which char- 
acterized his life. For, in the writings of the elder Galileo, who was 
well educated and was an accomplished musician, is the statement. 
“It appears to me that they who in proof of any assertion rely simply 
on the weight of authority, without adducing any argument m support 
of it, act very absurdly.” 

As a student in the monastery of Vallombrosa, near Florence, 
the young Galileo excelled in the classics and literature and was 
something of a poet, musician, and art critic. He also showed an 
aptitude for science and exhibited considerable mechanical inventive- 
ness. At the age of seventeen he was sent to the University of Pisa 
to study medicine. It was here that he made his first discovery and 
invention. One day, in 1581, he noticed the regular oscillations of 
the great hanging lamp in the cathedral at Pisa. Although the 
amplitude of these oscillations became less and less, they were all 
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performed in the same time, as he determined by counting his pulse 
Turmng the process around, he invented a “pulsometer,” a ball- 
and-string (^ e , simple pendulum) device, whose length, when adjusted 
to synchronism with the pulse, was a measure of its frequency. 

But the urge toward mathematics and science overcame the 
pecuniary advantages of a medical career. At the age of twenty-six, 
Galileo became professor of mathematics at Pisa Here he began a 
systematic investigation of the mechanical doctrines of Aristotle 
He soon demonstrated by experiment to his own satisfaction that 
Aristotle was in error in many of his assertions, and these errors he 
proclaimed energetically from his professorial chair 

It will be recalled that Aristotle was commonly understood to 
teach that a heavy body falls faster than a light one. This doctrine 
had been questioned, on the basis of actual test, by various writers, 
eg , by Philoponus in the fifth century and by Benedetto Varchi in 
the generation before Galileo. Nevertheless the authority of Aristotle 
had continued to be accepted. To test the point, Galileo apparently 
tried the famous experiment of dropping bodies of unequal weight 
from the leaning tower of Pisa and found that they all fell with prac- 
tically equal velocities. We know nothing of the details of the 
experiment; indeed it is not even certain that he performed it at all^ 
It is certain, however, that Galileo and a few of his friends were 
convinced of Aristotle^s error; and it seems equally certain that the 
majority maintained, in spite of all experiments and arguments to 
the contrary, that Aristotle must be right. 

And then began a persecution which was to last Galileo's lifetime, 
increasing in severity as he grew older and, finally, resulting in impris- 
onment. To present the full details of his stormy hfe is far beyond the 
scope of this book. The reader is referred to his biographers.® 

He was soon forced to quit Pisa, and, in 1592, he became professoi 
of mathematics at the University of Padua, where he remained 18 
years, enjoying comparative liberty of thought and teaching. His 
fame as a teacher spread all over Europe, and his lectures were crowded. 

In 1608, a Dutch optician, Lipperhey, as a result of a chance 
observation of an apprentice, had succeeded in '^making distant 
objects appear nearer but inverted" by looking through a tid>6 m 
which were mounted two spectacle lenses. NewS^ of this invention 

1 Recently there has been a tendency to question the historical accuracy of the 
various accounts of this experiment For an excellent discussion of the whole 
subject see L. Cooper, “Aristotle, Galileo and the Tower of Plea,” 1985. 

* Fahie, J. J., “Gahleo: His Life and Work,^^ 1903; Bkewstoh, 8m Dato>, 
“ Martyrs of Sdence,” 1870; Lodoe, Oliveb, “Pioneers of Science.'* 
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reached Galileo in June, 1609. Immediately grasping the principle 
involved, he made a telescope and exhibited it in Venice “for more 
than a month, to the astonishment of the chiefs of the republic.” 
By January, 1610, Galileo had made a telescope with a power of 
30 diameters,! and with this instrument he made a number of funda- 
mental discoveries. He saw that the number of fixed stars was vastly 
greater than could be seen by the unaided eye, and thus he was able 
to explain the agelong puzzle of the Milky Way He saw that the 
planets appeared in his telescope as luminous disks while the stars 
still remained points of light, and he discovered the satellites of Jupiter. 
These discoveries naturally made Galileo famous, and he soon accepted 
an invitation to return to Pisa as “First Mathematician and Philos- 
opher,” at a very substantial increase in salary, but at a sacnfice, 
unfortunately, of his “academic freedom” in Padua. Continuing 
his astronomical investigations, he discovered the crescent phases of 
Venus, sunspots and the rotation of the sun, the faculse of the solar 
atmosphere, and the libration of the moon. In 1612, he published 
his “Discourse on Floating Bodies ” 

At first, it seemed as if his fame had silenced all opposition from 
the church. But the support that his discoveries gave to the hated 
Copermcan theory and his vigorous attacks on Aristotelian philosophy 
roused his enemies to fury, with the result that in 1616 he was hauled 
before the Pope and, under threat of imprisonment and torture, was 
“enjoined . . to relinquish altogether the said opinion that the sun 
is the center of the world and immovable . . . nor henceforth to hold, 
teach, or defend it in any way ...” Simultaneously, it was decreed 
that the works of Copernicus “be suspended until they be corrected ” 
Galileo acquiesced m these decrees and was allowed to return to Pisa, 
where he contmued his researches along such lines as would not give 
offense. 

In 1623, one of Galileo’s friends, Barberini, became Pope Urban 
VIII, from whom Galileo received assurances of “pontifical good will ” 
Thereupon, thinking that the decree of 1615 would no longer be 
enforced, he began the writing of his great book, “Dialogues on the 
Ptolemaic and Copemican Systems.” This was published in 1632, 
under formal permission from the censor. The form of these dialogues 
is ingeniously contrived to abide by the letter of the decree of 1615. 
Three “characters” carry on the discussion: Salviati, a Copermoan; 
Simplioio, an Aristotelian; and Sagredo, a witty, impartial, good- 

! Galileo's tdescopes were siimlar to the modem opera glass — a double-convex 
(or plaJMHSonv«x> objeot ^aes aa^ a douWerconcave eyqaece. Thus, ther hadan 
ereet image. 
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natured chairman. The dialogues cover four '^Days/' during which 
the arguments for and against each system are set forth with apparent 
impartiality and without reaching any staled conclusion. Neverthe- 
less, the general effect of the book was “a powerful plea for 
Copermcanism . ” ^ 

In spite of its enthusiastic reception by the public, the form of the 
book did not deceive his enemies, who were now determined that he 
must be silenced. This was effectually accomplished by representing 
to the Pope that the Simplicio of the dialogues, whose ignorance was 
very apparent, was simply a caricature of the Pope himself. In spite 
of the absurdity of the argument — ^for Gahleo would hardly have 
risked offending Urban VIII, his one friend in the church — the Pope, 
who seems to have been both ambitious and vain, became convinced 
that Galileo "'had made game of him.^’ Whereupon he was ready to 
join Galileo^s enemies in persecuting that great scientist, ostensibly 
for “the safety of the church and the vindication of its decrees 

This tragic incident is illustrative of the fact that, in the seven- 
teenth just as in the twentieth century, much of the “warfare between 
science and theology — as Andrew D White calls it^ — has been based 
upon personal motives rather than upon a sincere wish to uphold 
theological doctrines Intolerance, even when it is sincere, is to be 
condemned, but insincere intolerance is to be despised. Yet, one 
cannot fully comprehend the forward march of science unless one 
recognizes the seriousness of the obstacles of this kind that have had to 
be overcome. Great as is the fame of Galileo, how much more might 
he have accomplished if the energy that he was forced to spend in over- 
coming opposition could have been directed toward his researches. 
Without doubt, the giant strides being taken by science in the twen- 
tieth century are possible only because of the freedom that the scien- 
tist now enjoys. 

Galileo was presently called before the Inquisition. He was sixty- 
seven years old, impaired in health and in spint. Bowing to the 
inevitable because of the magnitude of the forces arrayed against him, 
he followed the advice of his friends and indicated his *‘free and 
unbiased ^ willingness to recant, to “abjure, curse, and detest the said 
heresies and errors and every other error and sect contrary to the Holy 
Church,’^ and he further agreed “never more in future to say or assert 
anything, verbally or in writing, which may give rise to a similar 
suspicion.’^ Thereafter Galileo was kept a prisoner under suspended 

^ Fahib, loc at 

* White, Am>nmw D ^ “The History of the Warfare between Seienoe and 
Theology.^* 
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sentence, first at Rome, then at his home in Arcetri Here, during the 
last years of his life, he prepared and, in 1636, pubhshed his Dialogues 
on Two New Sciences”^ (le. Cohesion and Motion) 

The dialogues on Motion^’ sum up Gahleo^s earlier expenments 
and his more mature deliberations. He states that ^^if the resistance 
of the media be taken away, all matter would descend with equal 
velocity He deduces the formulas of uniformly accelerated motion 
He shows that the path of a projectile is parabolic under suitable 
limiting conditions and states that, if all resistance were removed, a 
body projected along a horizontal plane would continue to move 
forever. His work on mechanics paved the way for the enunciation 
by Newton of the famous three laws of motion, which form the founda- 
tion of mechanics 

12. Tycho Brahe (1546-1601) and Kepler (1571-1630) —The work 
of Tycho and Kepler is particularly mteresting not only because of its 
direct bearing on the development of physics but more particularly 
because of the mutual dependence of the work of each one upon that 
of the other, a relation very common in present-day science Tycho 
was the experimentalist, the observer, who supplied the accurate data 
upon which Kepler, the theorist, built a new theory of planetary 
motion. Without a Kepler to build a theory from them, Tycho's 
observations would have attracted hardly more than passing notice 
Kepler, in turn, might have theorized to his heart's content, but, 
without the accurate data of a Tycho, those theories would ultimately 
have shared the fate of Aristotle's Sometimes theory precedes, 
sometimes experiment. But neither can get far without the other. 

Tycho Brahe, born of a noble family in Sweden, was educated for 
a career as a statesman, but he developed a consuming interest in 
astronomy. By means of observations of his own, he soon found that 
the current astronomical tables were incorrect In 1575, he was put 
in charge of the observatory of Uramborg by King Frederick II of 
Denmark, one of his duties being to make astrological calculations for 
the royal family. Here he spent 20 years making systematic observa- 
tions of the planets, constructing a star catalogue, and accumulating 

1 See the excellent translation by Crew and de Salvio 
Some writers have severely censured Galileo for yielding to the Inquisition 
They say that ''had Galileo added the courage of a martyr to the wisdom of a 
sage . . science would have achieved a memorable triumph” (see Brewster, 
"Life of Newton”). Whatever opinions on this question one may hold, one fact 
stands out indisputable. Had Galileo not yielded he would surely have been cast 
into the dungeon and would probably have been burned at the stake We should 
not then have had handed down to us these dialogues on Motion, so fundamental 
to our modem physics. 
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other astronomical data, always with the highest possible order of 
accuracy that could be attained without a telescope. In 1599, Tycho 
undertook to establish a new observatory at Prague for the German 
emperor, Rudolph the Second, but in the midst of this work he sud- 
denly died (1601). 

Now among Tycho’s assistants at Prague had been, during the last 
few months, a brilliant young mathematician, Johann Kepler. He 
succeeded Tycho as principal mathematician to the emperor and 
undertook to carry to completion the new set of astronomical tables 
based on elaborate observations, which Tycho had begun. Kepler 
remained at Prague until 1612; from then until his death in 1630, he 
held a professorship at Linz. 

Kepler believed thoroughly in the Copernican system, which Tycho 
had rejected for a geocentric system of his own It is one of the 
dramatic situations in science that Tycho’s data on planetary motions, 
taken in support of his own theory, became, in the hands of Kepler, 
the clinching argument for the Copernican system. Using Tycho’s 
observations, Kepler made a special study of the motion of Mars. 
He tned to reconcile the various recorded positions of the planet by 
assuming circular orbits for Mars and for the earth, trying vanous 
positions of these orbits relative to the sun. None worked. By 
resorting to the Ptolemaic notion of epicycles and deferents, some 
impiovement resulted, but still the observed positions differed from 
the computed, in some cases by as much as 8 minutes of arc. Kepler 
knew that Tycho’s observations could not be in eiror by that amount. 
Some new concept regarding planetary motion was necessary. 

Then Kepler gave up uniform circular motion and assumed that 
the speed varied inversely as the planet’s distance from the sun. This 
assumption is his famous ^‘second law,” that the radius vector from the^ 
sun to the planet describes equal areas in equal times. It worked approx- 
imately, but still there were systematic errors which exceeded the 
possible errors of observation. Finally, he cast aside the last tradi- 
tions of the Ptolemaic system and tried orbits of other forms, first, an 
oval path, and, then, an ellipse, with the sun at one focus. At last, 
his years of computation bore fruit. The path was an ellipse. Theory 
and observation agreed! And one of the most important and far- 
reaching laws in aU science had been discovered, aU because of a 
discrepancy of 8 minutes of arc between observation and theory ! In 
fact, one of the striking things in the growth of science, particularly 
physical science, is the fact that many fundamental advanecs have 
come about because of just such discrepancies, frequently very small 
ones, between observation and theory. Studying Tycho’s observa- 
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tions further, Kepler finally hit upon the true relation between the 
periods of the planets and the radii of their orbits, a relation now 
known as Kepler’s “third law,” that the squares of the times of revolu- 
tion around the sun are as the cubes of the mean orbital radii 

Thus were completed the three laws of planetary motion that 
Kepler handed down to posterity and which, sweeping away all 
remnants of the Ptolemaic system, paved the way for modern 
astronomy: 

1. The planets move around the sun in orbits which are ellipses, 
with the sun at one focus. 

2 The radius vector (from sun to planet) sweeps over equal areas 
in equal times. 

3. The squares of the periods of revolution of the planets around 
the sun are proportional to the cubes of the (mean) radii of their 
respective orbits. 

But what makes the planets move? Why do the outer ones go 
more slowly^ Is there “one moving intelligence in the sun, the 
common center, forcing them all around, but those most violently 
which are nearest?” Kepler speculated long on this question and 
actually arrived at the idea of an attraction acting between any two 
material bodies. This qualitative idea of Kepler’s was later developed 
by Newton into his quantitative theory of universal gravitation 
Kepler himself, however, seems to have had no idea that it is this very 
attractive force which keeps the planets themselves in their orbits. 

In passing, it may be mentioned that Kepler also made substantial 
contributions m the field of optics. He understood clearly the princi- 
ple of total reflection and how to determine what we now call the 
“critical angle.” He studied atmospheric refraction as affecting the 
apparent position of the heavenly bodies and worked out an approxi- 
mate formula to allow for this error for all positions, from zenith to 
honzon. He was the first to propose the meniscus type of lens And 
he proposed the Keplerian or astronomical type of telescope, in which 
a real image is formed, thus making possible accurate measurements 
by means of cross hairs in the focal plane of the objective 

13. The Experimental Method Spreads. — The impetus given to 
science by that great trio, Galileo, Tycho, and Kepler, resulted m an 
ever increasing number of investigators in the generations that fol- 
lowed. We can mention only a few of them. Of great significance, 
too, IS the fact that at about this time there were formed in several 
European centers various learned societies which brought together, for 
argument and discussion, tnen of kindred interests The Lineean 
Society was founded hi Italy, in leCB; the Royal Academy of Scfences, 
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in France, in 1666; and the Royal Society for the Advancement of 
Learmng, in England, in 1662 The continued improvement of the 
art of printing enormously facihtated the diffusion of scientific 
knowledge. 

In 1600, Gilbert, an English physician, pubhshed his famous work, 
“De Magnete,” based largely upon his own experiments, in which he 
showed the fallacy of such popular fancies as the belief that lodestones 
lost their magnetic power when rubbed with garlic and regained it 
again when smeared with goat’s blood He was the first to recognize 
that the earth is a great spherical magnet, and he actually magnetized 
a small sphere of iron and showed that it produced a magnetic field 
similar to that of the earth 

Among other workers in magnetism may be mentioned Kircher 
(1601-1680), who, by measurmg the force required to pull a piece 
of iron from either pole of a magnet, demonstrated the equality of 
the two poles, Cabeo (1585-1650), who showed that an unmagnehzed 
iron needle floated freely on water would place itself along the earth’s 
magnetic meridian; and Gelhbrand (1597-1637), who discovered the 
secular vanation of the magnetic declination. 

In the field of optics, there was Scheiner (1575-1650), who studied 
the optics of the eye; Snell (1591-1626), who discovered the true law 
of refraction; and Cavalieri (1598-1647), who gave the correct formula 
for the focal length of a thin glass lens in terms of the radii of curvature 
of the two sides. Studies m acoustics, also, were not wanting For 
example, Mersenne (1588-1648), after having investigated the laws of 
vibrating strings, determined, in absolute measure, the frequency of 
a tone. He also measured the velocity of sound by observing the time 
interval between the flash of a gun and the arrival of the report. 

In the field of fluid mechanics, there was Torricelli (1608-1647), 
who studied the flow of liquids from orifices, discovered the principle 
of the barometer, and observed variation in barometric height with 
altitude Working independently, Guericke (1602-1686) invented 
the air pump Pascal (1623-1662) measured the difference in baro- 
metric height between the base and the top of a mountain, correctly 
explaining the reason for the difference, and, later, announced the 
famous principle of hydrostatics that bears his name. 

Not only was physics, as a subject, beginning to assume definite 
form, but even the usual subdivisions such as mechanics, light, sound, 
etc., were beginning to crystallize out. 

Then came a man 

. towering head and shoulders above all his contemporaries, a veritable 
giant among the giants, a man whose intellect and whose contributions to 



SEO. i-:tj 


SIR ISAAC NEWTON 


21 


knowledge are incomparably greater than those of any other scientist of the 
past, that pnnce of philosophers, Sir Isaac Newton.^ 

The other giants” referred to, contemporaries of Newton, are such 
men as Boyle, Huygens, and Hooke. 

14. Sir Isaac Newton (1642-1727). — Newton was born in the 
little hamlet of Woolsthorpe, England, in 1642, less than a year after 
the death of Galileo. In the public school at Grantham, he showed 
at first no exceptional aptitude for his studies, but ultimately he rose 
to the highest place in the class Then, at the age of fifteen, he was 
removed from school to assist his widowed mother in runmng the 
family estate at Woolsthorpe. But he had httle taste for farming. 
Rather, he was interested in studying and in devising various mech- 
anisms. He made a water clock, water wheels, sundials, and a work- 
ing model of a windmill. And one mormng his uncle found him 
under a hedge studying mathematics when he should have been 
farming Thereupon Newton's mother wisely decided that an educa- 
tional career was more suitable for her son, and he was sent back to 
school and, ultimately, to Cambridge, which he entered in 1661. 
Here his fondness for mathematics continued, and soon his creative 
genius began to appear. While still a student, he discovered the 
binomial theorem, developed the methods of infinite series, and dis- 
covered '^fluxions,” or the differential calculus. 

Soon thereafter, an outbreak of the plague closed the University 
for some months, during which time Newton, at the family estate 
at Woolsthorpe, began his speculations on the subject of gravity, 
which later led to his enunciation of the inverse-square law It 
was here that the much-quoted falling apple” episode is said to have 
occurred, which is supposed to have given Newton the basic idea of 
universal gravitation. But Newton himself makes no mention of the 
incident, and it seems far more probable that at Cambridge he had 
read Kepler's qualitative proposal of a general principle of gravitation. 
Certainly, Newton was familiar with the three laws of planetary 
motion that Kepler had discovered. 

In 1667, Newton returned to Cambridge as Fellow of Trinity. 
Two years later, at the age of twenty-six, he was appointed Lucasian. 
Professor of Mathematics, a chair which he held for nearly 30 years. 
In 1703, he resigned his professorship to devote himself to his duties 
as MasW of the Mint, to the scientific work of his contemporaries, 
and to defending his pwn work against the attacks of jealous rivals. 
In this same year, he was elected President of the Royal Societjy. an 
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office which he held until his death In 1705, he was knighted by 
Queen Anne. 

Most of Newton's important scientific woik was done before he 
vacated the professorship, although he remained thereafter '^a power 
of the first magmtude in the world of science." In his later years, 
he devoted much time to theological studies. He died Mar. 20, 1727, 
at the ripe old age of eighty-five. Throughout his life, he shunned 
publicity and retained a modesty and simplicity which are indicated 
by a sentiment uttered shortly before his death’ 

I do not know what I may appear to the world, but to myself I seem to 
have been only like a boy playing on the seashore, and diverting myself m 
now and then finding a smoother pebble or a prettier shell than ordinary, 
whilst the great ocean of truth lay all undiscovered before me. 

Any brief account of Newton’s work must inevitably give a very 
inadequate impression of his contributions to science The student 
IS urged to read so-me of his writings firsthand or, at least, some exten- 
sive biographical discussion of his life and work We can here refer 
only to a very few of his researches on optics and on mechanics 

Newton's work on o'ptics arose out of an attempt to improve lenses. 
The inability of a lens with spherical surfaces to bring parallel rays 
to a point focus was early recognized. In 1629, Descartes had shown 
that lenses with hyperbohc or, under certain conditions, parabolic 
surfaces should be free from the defect which we now call ''spherical 
ixberration " Newton found, however, that such lenses produced 
only a very slight improvement in the image, and he conjectured that, 
perhaps, the trouble lay not in the lens but in the light itself 

Accordingly, he procured a prism of glass and, placing it over a 
hole 34 ^ diameter through which sunlight was shining into a 

darkened room, he observed the "very vivid and intense colors" 
produced on a wall some 20 feet distant. Newton was surprised to 
find that this "spectrum," as we now call it, was so much longer than 
it was wide (133^^ by 2% inches). The width subtended at the hole 
an angle corresponding exactly to the sun’s angular diameter, but the 
length could not be so explained. He made various surmises as to 
the origin of the colors, such as the varying thickness of the prism 
from apex to base, the unevenness of the glass, a curvilinear motion of 
the light after leaving the prism, etc. One by one, experiment proved 
these hypotheses wrong. Finally, he isolated one ray, or "color," by 
suitable screens and caused it to pass through a second prism. In 
this way, he could measure the refrangibility of a single ray. And 
he found that the refrangibility increased from red to violet, that, 
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therefore, the first prism simply “sorted out” the colors, which, m 
combination, made “white ” light In other words, he discovered that 
so-called “white light” is made up of the spectral colors— a very 
elementary concept to us of the twentieth century but very new and 
of far-reaching importance in 1666. 

Newton at once saw that this dispersion of light was the cause of 
his failure to effect any substantial improvement in telescopes by 
use of paraboloidal lenses. Furthermore, he concluded, on the basis 
of a hurried experiment, that, in different mediums, dispersion was 
always proportional to refracting power If this were so, it would 
follow that by no combination of lenses of different materials could 
chromatic aberration be eluninated This singular error of Newton’s 
retarded the development of refracting telescopes for many years 
In 1730, Hall made several achromatic combinations of crown and 
flint glasses, but he published no account of his work, so that, when 
Holland, about 1757, rediscovered the method of making such com- 
binations, he was able to secure a patent on it — an invention that 
had been within the grasp of Newton three-quarters of a century before 

Newton’s theories concernmg the nature of hght are of great 
historical interest. And much has been written concerning the extent 
to which he is supposed by some to have retarded the development of 
optics by espousing the corpuscular theory as against the wave theory 
of his contemporaries, Huygens (1629-1695) and Hooke (1635—1703) 
Accordingly, it may be of interest to point out, by a quotation or two, 
that Newton was by no means dogmatic in his support of the cor- 
puscular theory and that later writers may have taken him, in this 
regard, more senously than he intended. 

In a communication to the Royal Society, in 1676, concerning 
“An Hypothesis Explaimng the Properties of Light,” Newton states: 

... I have here thought fit to send you a description ... of this hypothesis 
. . . though I shall not assume either this or any other hypothesis, not think- 
ing it necessary to concern myself whether the properties of hght discovered by 
men be explained by this or any other hypothesis capable of explaining them, 
yet while I am describing this, I shall sometimes, to avoid circumlocutation 
. . . speak of it as if I assumed it 

He then proceeds to describe “an setherial medium, much of the same 
constitution with air but far rarer, subtiler and more strongly elastic” 
and supposes that 

. . . hght is neither sether, nor its vibrating motion, but something of a 
different kind propagated from lucid bodies. They that will may suppose 
it an aggregate of various peripatetic qualities. Others may suppose it multi- 
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tudes of unimaginable small and swift corpuscles of various sizes springing 
from shining bodies . , . and continually urged forward by a principle of 
motion which in the beginning accelerates them, till the resistance of the 
aethenal medium equals the force of that pnnciple much after the manner 
that bodies let fall in water are accelerated till the resistance of the water 
equals the force of gravity 

Nearly 33 years later (1704), N ewton published his optical researches 
in book form in his well-known “Opticks,^’ bringing out a third edition 
in 1721 His first sentence reads: ''My Design m this Book is not to 
explain the Properties of Light by Hypotheses, but to propose and 
prove them by Reason and Experiment,” He then, in some 300 pages, 
gives his researches on refraction, reflection, colors of thin plates, 
etc , and he concludes the book by "proposing only some queries in 
order to further search to be made by others ” One of these queries 
expresses his objections to the wave theory of light: 

28 Are not all hypotheses erroneous m which light is supposed to consist 
in pression or motion propagated through a fluid medium? If hght consists 
only in pression propagated without actual motion, it would not be able to 
agitate and heat the bodies which refract and reflect it, and . it would 
bend into the shadow. For pression or motion cannot be propagated in a 
fluid in right lines beyond an obstacle . . . but wall bend and spread every 
way into the quiescent medium which lies beyond the obstacle. 

In order to account for the colors of thin films, which are now 
regarded as strong evidence for the wave nature of light, he supposes 
that "every ray of light in its passage through any refracting surface 
IS put into a certain transient constitution or state, which in the 
progress of the ray returns at equal intervals and disposes the ray at 
every return to be easily refracted through the next refracting surface 
and between the returns to be easily reflected by it.” He even sug- 
gests that the effect might be due to vibrations excited by the "rays"' 
in the material medium which vibrations "move faster than the rays 
so as to overtake them; and that when any ray is in that part of the 
vibration which conspires with its motion, it easily breaks through a 
refracting surface, but when it is in the contrary part of the vibration 
which impedes its motion, it is easily reflected . . . But whether this 
hypothesis be true or false, I do not here consider.”^ 

It IS clear that Newton regarded his corpuscular theory as a tenta- 
tive one, subject, to confirmation or rejection on the basis of further 
e 3 q)eriments. If his theory really did retard progress in optics, the 
fault lay rs^ther with those who attached too great weight to his opin- 

Quoted in Preston's p 22. 
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ions, perhaps because they retained something of that medieval respect 
for authority which had kept Aristotle enthroned so long. 

Newton^s speculations may also serve as an example to illustrate 
the rule that even the greatest intellect works on the basis of the 
knowledge and viewpoints of its age. Had Newton hved a century 
later, he would probably have been one of the first believers in the 
wave theory. The fact that great scientists share the limitations of 
their age is an added reason for treating their speculative opinions 
chiefly as sources of inspiration for further experiment. 

Newton’s researches on optics alone would have given him a high 
rank among the scientists of his time But of still greater value was 
his work in mechamcs. In announcing that “every particle of matter 
in the universe attracts every other particle with a force inversely 
proportional to the square of the distance between the two particles,” 
in showing that this one universal and comparatively simple law 
governs not only the motions of the planets around the sun and of the 
satellites round their planets but, probably, also the lelative motions 
of all the heavenly bodies, he gave to the world a truth which exercised 
an enormous influence upon thought. This achievement of Newton’s 
played a large part in bringing about the general conviction that the 
physical universe in its entirety is governed by law, not by caprice 

Newton himself has told us how he came to discover the law of 
gravitation First he attacked the problem of finding a law of attrac- 
tion between two bodies, such as the sun and a planet, which would 
result in Kepler’s third law, viz,, that squares of the periods of rotation 
of the planets around the sun are proportional to the cubes of their 
mean distances from the sun. He found that a gravitational attrac- 
tion varying as the inverse square of the distance gives this law of 
planetary motion 

Then he saw that a test of this inverse-square law could easily 
be made by comparing the acceleration of the moon toward the earth 
with the acceleration of falling bodies at the surface of the earth. It 
was known that the distance between the moon and the earth’s center 
is about sixty times the earth’s radius. By the inverse-square law, 
therefore, the moon should “drop” toward the earth, in 1 second, 
as far as a body at the surface of the earth drops in 1 second The 
latter distance being, from observations on falhng bodies, 16 feet, the 
former should be feet, or 16 feet in 1 minute. But the accelera- 
tion of the moon could be determined directly by applying to the moon 
the expression he had used for the motion of the planets in their orbits, 
viz,j 
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where v is the velocity of the moon in its orbit or T is the period of its 
motion around the earth and r is the radius of the orbit. Now r is 
equal to sixt^^ times the earth^s radius, which was taken as 3,436 miles, 
on the then common assumption that a degree of latitude is 60 miles 
On this basis, the moon is found to ''drop” 13 9 feet toward the earth 
in a minute, instead of 16 feet, as should be the case if the inverse- 
square law were obeyed Thus the two results did not agree. 

Newton was twenty-three years old at the time, and he laid this 
calculation aside, not mentioning it to anyone. Some years later, 
however, he learned of a new and more accurate determination of the 
length of a degree which had been made by Picard, who found not 
60 but more nearly 70 miles. In the meantime Newton had also 
succeeded in proving that a homogeneous sphere attracts an external 
body as if all its mass were concentrated at its center, thereby removing 
one small uncertainty in the calculation So, on the basis of Picard\s 
new value for the length of a degree, Newton revised his computations 
on the moon^s acceleration and, to his great joy, found that it falls 
toward the earth 16 feet in a minute, just as predicted by the inverse- 
square law At last, he had discovered the true law of gravitation. 
On the basis of this law, he could now derive all three of Kepler^s laws. 
Theory and observation checked perfectly 

These results, together with some propositions on the motion of 
the planets, were communicated in 1683 to the Royal Society, which 
requested permission to publish Newton^s complete researches on the 
subject of motion and gravitation In 1687, there appeared the first 
edition of his "Principia” or, in full, " Philosophiae Naturalis Prmcipia 
Mathematica” (Mathematical Principles of Natural Philosophy), 
"without exception the most important work in natural philosophy 
extant.”^ The original is in Latin, but English translations are avail- 
able The treatise is divided into three books, the subject matter of 
each being presented by propositions, theorems, and corollaries. The 
first two books deal with general theorems concerning the motions of 
bodies, whereas the third contains applications to the solar system. 
The entire treatise is characterized by the exposition of the pnnciple of 
universal gravitation and its ramifications but, as the author carefully 
points out, without attempting any hypothesis as to the cause of 
gravitation 

In this treatise the famous three laws of motion are assumed as 
axioms Their greatest merit lies in the fact that they contain just 
enough to constitute a complete basis for the science of mechanics 
and no more. The laws can be expressed With greater clarity in 
modem terminology, and we now realize that in part they express 

1 Hart, loc cit 
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definitions rather than experimental facts, but it is commonly felt 
that no more convenient basis for mechanics has been proposed 

In addition to the formulation of the laws, Newton’s treatise makes 
several other important contributions to mechanics He was the 
first to ^ve precision to the concept of mass j and he describes a senes 
of experiments showing that the period of a pendulum is independent 
of the material of which it is made, from which he concluded that, for 
different bodies, mass and weight are proportional to each other. 
He also gave precision to the idea of force, and formulated in general 
terms the principle of the parallelogram of forces. 

Of Newton’s invention of the method of fluxions {i e , the calculus), 
of his very interesting miscellaneous writings, particularly those on 
theology, of the many controversies with his contemporaries mto which 
he was unwillingly drawn in defense of his scientific work, we cannot 
take space to wnte. We can only urge our readers to make further 
study of the life and works of this renowned physicist 

16 . Newton’s Contemporaries. — ^The true productive period of 
Newton's life ended about 1700. His biography is so full of interest 
and inspiration that it is a temptation to discuss, similarly, the work of 
his contemporaries, themselves eminent scientists — ^the Honorable 
Robert Boyle (1627-1691), the discoverer of “Boyle’s law”; Huygens 
(1629-1695), whose wave theory of hght was to triumph a century and 
a half later; Robert Hooke (1635-1703), proponent of the undulatory 
theory and originator of “Hooke’s law” of elasticity; Leibnitz (1646- 
1716), whose calculus ultimately replaced Newton’s fluxions But, 
remembermg that the main business of this book is “modern” physics, 
we must pass on to a rapid review of the developments of physics 
during the eighteenth century. 

16 . Mechanics during the Eighteenth Century.’ — The subsequent 
history of mechanics has consisted of the derivation, from Newton’s 
three laws, of various secondary principles which are convenient for 
special purposes, and of the solution of aU sorts of problems. Among 
the prominent workers during the eighteenth century, we find such 
names as Daniel Bernoulli (1700-1782), who worked on hydro- 
dynamics, the kinetic theory of gases, and the transverse vibrations of 
rods; Euler (1707-1783), who shares with Bernoulli the honor of 
discovenng the general law of the conservation of angular momentum 
(1746); and Lagrange (1736-1813), who gave, in the equations that 
boar ids name, a general method of attacking any problem, using any 
sort of coordinates that may be convenient. 

. 1 The reader will find m Maeh’s “The Science of Mechanics” a very valuable 
discussion of the history and the fundamentals of the subject of machanies. 



Sje3c. 18] LIGHT DURING THE EIGHTEENTH CENTURY 


29 


17. Heat during the Eighteenth Century. — Galileo had invented an 
air thermometer in 1597, but the first mercury thermometer was used 
by Kircher in 1643 About 1724, Fahrenheit proposed the tempera- 
ture scale now known by his name; this was followed by the Reaumur 
scale and, in 1742, by the Celsius scale. James Black (1728-1799), a 
professor of chemistry at Glasgow and Edinburgh, made measurements 
of the heat of fusion and of vaporization of water, which led to modem 
calorimetry, and gave definite form to the previously hazy distinctions 
between temperature and heat. 

With regard to theories of heat, however, there was retrogression 
during the eighteenth century. From his writings, it is clear that 
Newton regarded heat as intimately connected with the motion of the 
small particles of which bodies are composed, and this view seems to 
have been shared by his contemporaries. But, early in the eighteenth 
century, there was a return to the caloric’^ theory, which held heat 
to be a fluid that could be extracted from or added to a body, thereby 
causing its changes of temperature. This heat fluid was indestruct- 
ible, its particles were self-repellent but were attracted by ordinary 
matter, and it was all-pervading. The expansion of bodies when 
heated was the natural result of '^swelling” due to forcing caloric into 
matter. The production of heat by percussion was due to the releasing 
or “pounding loose of some of the caloric naturally condensed in or 
absorbed by the body, thereby increasing the amount of free caloric 
Black explained latent heats and specific heats on the basis of this 
theory Indeed, by the end of the eighteenth century, the caloric 
theory of heat was generally accepted. , 

18. Light dtiring the Eighteenth Century. — ^An event of special 
importance in the history of science was the discovery of the aberration 
of light by Bradley m 1728 The absence of any measurable stellar 
parallax had been one of the stumbling blocks in the way of the 
Copernican system and was, therefore, one of the outstanding problems 
of astronomy. Tycho had recogmzed that, viewed from opposite sides 
of the earth^s orbit, the stars should show a perspective displacement, 
but his careful observations convinced him that no such displacement 
so great as 1 minute of arc existed Later observers, likewise, sought 
such an effect in vain. 

In hopes of being able to measure stellar distances, Bradley began, 
in 1725, systematic observations on the portion of a zenith star, 
7 Dracoms. If stdilar parallax existed, this star should be farthest 
south in December and shopld then move north, reaching its maximum 
northerly petition 6 mentis later. The position of the star was found 
to change, but imt in the manner expected. It reached farthest south 
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in March and farthest north in September, the angular distance between 
the two positions being about 40 seconds of arc. Bradley continued 
his observations on other stars, and, m 1728, he came to the conclusion 
that the obseived displacement was not due to parallax at all but 
to an apparent shift in the star's position due to a combination of the 
velocity of light with that of the earth m its orbit ^ He was thus 
enabled to deduce a value for the velocity of light. The value so 
found was in substantial agreement with that determined by Romer a 
half-century earlier, from a study of the motion of Jupiter's moons, 
which constituted the first determination of the velocity of light This 
discovery of Bradley's was the first in the series that formed the basis 
for the modern theory of relativity 

Theoiies as to the nature of light made no material progress during 
the eighteenth century Some writers are inclined to ascribe this 
to the prestige given to the corpuscular theory by the fact that it was 
supported by Newton, whose preeminence ‘^seemed to act like a spell," 
as had Aristotle's centuries before. But if so, then, likewise, the 
kinetic theory of heat held by Newton should have been uppermost 
during the eighteenth century, whereas, as has already been pointed 
out, the reigning theory of heat during this period was the caloric 
theory. Lack of progress in the theory of light was more likely due 
to the lack of any crucial experiment, just avS was the case with theories 
of heat. Science has never progressed on the basis of speculation only 
19. Electricity during the Eighteenth Century. — Electricity 
received a great deal of attention during the eighteenth century, but 
research was concerned principally with electrostatics. Stephen Gray 
(1670-1736) distinguished clearly between conductors and noncon- 
ductors of electricity and showed that even conducting bodies may be 
electrified provided they are insulated. Du Fay (1698-1739) showed 
that flames exercise a discharging power and that there are two kinds 
of electricity, which he called vitreous" and ' ‘ resinous " He was 
thus led to propose the two-fluid theory of electricity During the 
first half of the eighteenth century, the electroscope was invented (by 
Hawksbee, in 1705), frictional electric machines were developed, the 
Leyden jar was discovered (1745), and there was considerable popular 
interest in electrical phenomena During the latter half of the century, 
three names stand out preeminent: Benjamin Franklin (1706-1790), 
Henry Cavendish (1731-1810), and Charles A Coulomb (1736-1806) 
Franklin's experiments began about 1745. One of his first observa- 
tions was the effect of points ^*in drawing off and throwing off the 
electrical fire " He proposed the one-fluid theory of electricity, some- 
^ See any text on astronomy for further explanation of aberration 
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what similar to the caloric theory of heat. This theory supposed that 
all bodies contained naturally a certain amount of the electric fluid 
When a body had an excess of the fluid, it exhibited one of the two 
kinds of electrification, which Franklin chose to call for this reason 
positive, when it had a deficit, it exhibited the other kind, which he 
called negative Certain features in the appearance of electric sparks 
led him to identify his positive electrification with that which had been 
called vitieous (In the light of the modern election theory, we 
should piefer that he had applied the signs in the opposite order ^ 

About 1750, Franklin began to speculate on the identity of elec- 
tricity and lightning, pointing out many similarities and proposing, by 
means of a pointed iron rod, to ^^draw off the fire from a cloud ” 
Franklin^s writings were published in Europe, and in 1752 Dalibard 
tried the experiment in Paris, confirming Franklin’s prediction A 
short time later, Franklin performed the famous kite experiment, so 
well known to every schoolboy, this led to his study of atmospheiic 
electricity and to his invention of the lightning rod. Franklin’s 
researches occupied but a small portion of his long and busy life, but 
they were sufficient to give him a high standing among the scientists 
of the world 

Quantitative reseaiches in electricity began with Cavendish and 
Coulomb Cavendish is known not only foi his work in electrostatics 
but also for his researches in chemistry and for the well-known Caven- 
dish experiment,” in 1798, in which he determined the constant of 
gravitation His electrical researches were veiy extensive, but most of 
his work remained unknown, for he published only one paper of impor- 
tance. He left behind a large amount of material, however, in the 
form of manuscript notes, and these were edited and published in 
1879 by Maxwell In these experiments, Cavendish proved the 
inverse-square law of electrostatic force; measured capacity, recognized 
the principle of the condenser, and measured the specific inductive 
capacity of several substances; arrived at a reasonably clear idea of the 
quantity which we now call ‘^potential”; and anticipated Ohm’s law 
by 50 years. Had these important measurements been communicated 
to his scientific contemporaries, the history of electricity might have 
been substantially modified. As it is, the credit of discovery seems 
fairly to belong to others, for a discovery is of no importance to any one 
else if it is kept secret. 

Coulomb’s work in electricity grew out of his development of the 
torsion balance, originally used for studying the torsional elasticity of 
wires In the period 1785-1789, he published seven papers on 
electricity and magnetism in the MSmoires de TAcadimie Roy ale des 
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Sciences. In these papers, he showed by means of the torsion balance 
that electrostatic forces obey the inverse-square law; that, on conduct- 
ing bodies, the charge exists only on the surface; and that the capacity 
of a body is independent of the nature of the material of which it is 
composed He advocated the two-fluid theory of electricity. 

20. Close of the Second Period. — The end of the eighteenth cen- 
tury found rival theories contending in each of three of the subdivisions 
of physics* the caloric vs the kinetic theory in heat; the corpuscular vs. 
the undulatory theory in light; and the one-fluid vs, the two-fluid theory 
in electricity. The very fact that these issues were raised in rathei 
clean-cut fashion is an indication of the tremendous strides that had 
been taken since Galileo. But most important of all, men had learned 
the value of experiment and observation and the fallacy of blindly 
following authority 

During the next century the caloric theory was definitely ruled 
out, apparently never to return The corpuscular theory of light 
seemed likewise to be effectively disproved by many new experiments. 
But further progress in regard to the nature of electrification waited, 
for the most part, until the twentieth century. 

THIRD PERIOD (1800-1890 A.D ) : 

THE RISE OF CLASSICAL PHYSICS 

21. The Nineteenth Century in Physics. — So much was added to 
physical knowledge during the nineteenth century that an adequate 
history of this period would almost constitute a textbook of physics. 
We can only comment briefly upon the principal lines of advance and a 
few of the most important discoveries, selectmg especially those that 
form the background for the charactenstic advances of the present 
century 

In mechanics, there was Hamilton, who discovered in the '^Hamil- 
tonian equations'’ a new form of the equations of motion which is 
especially convement in attacking theoretical questions. The theory 
of the motion of rigid bodies, including the gyroscope, was worked out 
as well as the mathematical theory of elasticity. The subject of 
hydrodynamics, deahng with the motion of fluid of all sorts, was 
developed. In deahng with the flow of viscous fluids, however, only 
simple problems could be solved; extensive study of such fluids, by 
half-empirical methods, was not made until during the present century, 
after the invention of the airplane. 

The work in other fields was more striking. The most significant 
discoveries and advances were: the establishment of the kinetic theory 
of heat, and the development of the kinetic theory of gases; the 
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victory (?) of the wave theory of light over the corpuscular theory; the 
formulation of the general law of the conservation of energy; the dis- 
covery of the second law of thermodynamics; and, above all, the 
discovery, by Faraday and others, of the whole range of electro- 
magnetic phenomena, culminating in MaxwelFs theory of the electro- 
magnetic field and of light 

Of these lines of advance we shall select three for detailed presenta- 
tion, choosing those which bear more or less directly upon modern 
developments in physics; and as typical scientists of the period, we 
shall discuss especially Faraday and Maxwell 

22. Heat and Energy. — The law of the conservation of energy is 
one of the most fundamental and far-reaching of all physical laws, and 
yet, curiously enough, it is of comparatively recent origin, for it was 
not announced until the middle of the nineteenth century. As 
exemplified in mechanics, it had been recognized during the eighteenth 
century, in the theory of the *Wis viva’^; but its announcement as a 
law of universal application awaited experimental work demonstrating 
the definite equivalence of heat and mechanical work 

The first qualitative experiment nearing on the nature of heat was 
performed in 1798 by Count Rumford, an American who had fled to 
England m 1775 and eventually became a sort of military engineer to 
the Bavarian government. He became impressed by the large amount 
of heat that was developed in boring cannon, and he performed 
experiments indicating that this heat was too great to be accounted 
for plausibly by the caloric theory. He could find no loss of weight, 
when the chips made by boring were included, and showed that the 
specific heat of the chips was the same as that of the block from which 
they had come He concluded that heat cannot possibly be a 
material substance such as calonc but must be a form of “ motion.'' 

A still more difl3.cult experiment for the caloric theory to explain 
was one performed by Sir Humphry Davy, Director of the Royal 
Institution, which had been founded by Count Rumford Davy 
rubbed together two pieces of ice in a vacuum surrounded by walls 
kept below the freezing point and found that the ice was melted. 
Here the mechanical work of rubbing accomplished exactly the same 
effects that could have been produced by the addition of a certain 
quantity of heat from the outside, yet there was no way in which 
caloric could have entered the ice. 

The majority of the supporters of the caloric theory were, however, 
unconvinced. Even Carnot (1796—1832), the founder of the modern 
science of thermodynamics, when he proposed the now famous Carnot's 
cycle in 1824, based his reasoning on the caloric theory. A given 
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<iuantity of caloric “falling” frona a higher to a lower temperature was 
analogous to a given quantity of water falling from a higher to a lower 
level, each was capable of producing motive power. The kinetic 
theory had to wait for a quantitative expenment. 

In 1842, R J. Mayer (1814-1878) published a paper^ in which, 
partly on philosophical grounds, he announced the equivalence of heat 
and energy, and from data on the specific heats of a gas he deduced a 
value for the mechamcal equivalent of heat Meanwhile, Joule 
(1818-1889), in England, unacquainted with Mayer’s work, was 
carrving on a very careful series of experiments in which he converted 
the mechanical energy of a falling weight into heat by a paddle wheel 
revolving in water and thus determined that 778 foot-pounds of work 
would raise 1 pound of water 1°F. Joule announced his results at a 
meeting of the British Association for the Advancement of Science in 
1847 The paper would have passed almost unnoticed, had it not 
been for William Thomson, later Lord Kelvin, who, grasping the real 
significance of the proposed theory, by his discussion made the paper 
the event of the meeting 

Quite independently of the work of Mayer and of J oule, Helmholtz 
(1821-1894) in 1847 read a paper before the Physical Society in Berlin 
on “Die Erhaltung der Kraft,” in which, on the basis of the impossi- 
bihty of perpetual-motion machines, he announced the law of the 
conservation of energy. The paper was rejected for publication 
by the editor of the Annalen der Physik’ It was later published in 
pamphlet form 

The caloric theory could not withstand these attacks, and by 1850 
the mechanical theory of heat and the doctrine of the conservation of 
energy were generally accepted. The science of heat then proceeded 
to grow apace. The second law of thermodynamics was announced 
by Clausius (1850) and, in another form, by Kelvin (1851), and in 1854 
Kelvin proposed the thermodynamic scale of temperature. Thus was 
developed the highly successful “classical theory” of heat. We shall 
discuss later the facts that this theory, in turn, was unable to explain 
and the Way in which the study of these facts led to the development 
of the quantum theory. 

23. Light. — ^The revival of the wave theory of light, begun by 
Thomas Young (1773-1829), is one of the most important features 
of the history of the nineteenth century. Young pointed out that the 
dividing of a beam of light into a refracted ray at the int^face 
between two mediums was to be expected from the wave theory but 


1 Ann. d. Chrni^ u. Fhammciej May, 184^ 
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had not been satisfactorily explained on the corpuscular theory. In 
1801, he presented to the Royal Society a paper ^^On the Theory of 
Light and Colors,” in which he proposed the principle of the inter- 
ference of two wave trains as an explanation of Newton^s rings and the 
colors of thin plates. From Newton’s measurements of the thickness 
of the air layers necessary to produce the several colors, Young was 
enabled to compute wave lengths In subsequent papers, he described 
the interference fringes which he had observed by placing hairs or silk 
thieads m front of a narrow slit illuminated from the rear; he announced 
the change of phase on reflection; he explained diffraction bands by the 
principle of interference, and he showed that the spacing of these bands 
gave values of the wave length agreeing with those obtained from 
Newton’s rings and that, therefore, both phenomena must be due to a 
common cause. Again, quantitative measurements became an indis- 
pensable link in the chain of reasoning. 

But the dogmatic spirit in regard to scientific matters was not yet 
dead. Young’s paper aroused a storm of protest, even of derision 
and abuse. He was attacked not by the church, as was Galileo, but 
by some of his scientific, or, more probably, pseudoscientific, con- 
temporaries. His chief assailant was Henry Brougham, afterward 
Lord Chancellor of England, who ^'reviewed” Young’s papers in the 
Edinburgh Review, The nature of Brougham’s attack is indicated 
by the following quotation: 

We wish to raise our feeble voice against innovations that can have no 
other effect than to check the progress of science and renew all those wild 
phantoms of the imagination which Bacon and Newton put to flight from her 
temple. We wish to recall philosophers to the strict and severe methods of 
investigation . . . 

Although Young replied at length in a privately published pamphlet, it 
was a long time before public opinion was willing to receive his theories 
with an open mind. 

In 1816, a Frenchman, Fresnel (1788-1827), rediscovered the 
phenomenon of interference, performing the famous experiment with 
the two mirrors. A few years later he developed a mathematical 
theory of such phenomena (1818-1819). He also explained the 
polarization of light by assuming that the light vibrations in the ether 
are transverse to the direction of propagation of the light rather than 
longitudin^L He did not know that this suggestion had silready been 
made by Young in a letter to Arago written in 1817 Fresnel sup- 
ported the explanation by showing experimentally that two plane- 
polarized beams of light cannot interfere at all if them planbs of 
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polarization are perpendicular to each other. Phenomena of polariza- 
tion had been known to Newton, the polarization of light by Iceland 
spar being discovered by Bartholinus in 1669 Newton had tried to 
fit these phenomena into the corpuscular theory by assuming a sort of 
structure in the corpuscles, but the explanation was not convincing, 
and polarization had remained an enigma to both theories of light 
Even Fresners explanation seemed almost to demand the impossible, 
for it required the ether to be a solid, or at least to have such properties 
of a solid as are necessary for the transmission of transverse waves, ^.e , 
the properties of rigidity and density And yet the planets must move 
through this solid"' pervading all space, with no measurable changes 
in their periods of revolution! 

Experimental evidence for the wave theory continued to accumu- 
late. Finally, in 1850, Foucault performed a crucial experiment in 
its favor by showing, with his well-known revolving-mirror apparatus 
for measuring the velocity,^ that light travels more slowly in water 
than in air, as it should on the wave theory, in order to account for 
the relative refractive index of these two mediums, whereas, on the 
corpuscular theory, the reverse should be the case.^ 

From 1850 until the end of the third period (1890), the wave theory 
held the field undisputed. The frequent assertions that the corpus- 
cular theory was finally disposed of certainly seemed justified, particu- 
larly after the development of Maxwell's electromagnetic theory of 
light and its experimental verification Yet the corpuscular theory 
w as not actually dead It was only sleeping 

Some important discoveries in light from 1800 to 1890 not previously 
mentioned are: 


Dark lines m the solar spectrum 
Three-color theory of vision (1807) 

Rotary polarization of quartz (1811) . 

Polarization of scattered hght (1813) 

Rotary polarization by hquids (1815) 

Light sensitivity of silver bromide (1826) 

Change of conductivity of selenium on illumination (1837), 

Doppler effect (1842) . . 

Foundation of spectral analysis (1859) . ... 


Discovbbbk 

Fraunhofer 

Young 

Arago 

Arago 

Biot 

Balard 

Knox 

Doppler 

Kirchhoff and Bunsen 


24. Electricity and Magnetism. — The history of electricity during 
the nineteenth century is so extensive that even a sketchy outline 
would fill a small volume. We shall, therefore, discuss little besides 

1 See Euseb, ''light for Students.'' 

^ See any textbook on optica 
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the fundamental discoveries of the opening decades and then the work 
of Faraday and that of Maxwell, which are so closely related to each 
other and to recent developments in physics that we can best present 
the part of electricity and magnetism in which we are particularly 
interested by giving an account of the contributions of these two men 
While the mathematical theory of electrostatics and of magnetism 
was being elaborated by Laplace, Green, and Poisson, fundamental 
discoveries were made in regard to electric currents. Galvam, in 
1786, as a result of a chance observation that a frog’s leg kicked con- 
vulsively when connected with the terminal of an electric machine, was 
led to an extensive study of ''animal electricity.” In the course of 
these experiments he observed that if the frog’s leg was so suspended 
that the exposed nerves touched a metal plate, say silver, then, a con- 
traction of the muscle occurred whenever the foot touched another 
metal, say iron. He even observed slight muscular contraction when 
both plates were of the same kind of metal This led him to believe 
that the nerve was the source of electricity and that the metal served 
simply as conductor Volta later found that potentials could also be 
produced using inorganic materials and, in 1800, he descnbed the first 
battery for producing an electric current — the historically famous 
voltaic "pile,” consisting of zinc and copper plates placed alternately 
and separated by blotting paper moistened with bnne. He also 
described a battery consisting of cups containing brine or dilute acid 
connected by copper and zinc strips joined together 

Volta ascribed the effect to the contact of two dissimilar metals 
We now know, however, that the current that can be caused m this 
manner to flow m a closed circuit is due to chemical action at the 
contacts of the metals with the electrolyte; the effect at the junction 
of the metals gives nse to potential differences of a different nature, 
the "contact difference of potential” or "Volta effect,” which adds up 
to a total of zero^in any closed circuit 

This new source of electricity was received with a great deal of 
interest A few weeks after hearing of Volta’s work, Nicholson and 
Carlisle accidentally discovered the decomposition of water by the 
electric current. Thinking to secure better contact between two wires 
forming part of the circuit, they had joined the ends of the wires by a 
drop of water. At once they observed the formation of a gas, which 
they recognized as hydrogen. This was the beginning of the study 
of electrolysis. During this same period the heating effect of the cur- 
rent and the arc light were discovered. 

It was early suspected that there was some relation between 
electricity and ma^etism, but the first significant discovery was made 
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m 1820 by Oersted, who found that a magnetic needle tends to set 
itself at right angles to a wire through which an electric current is 
flowing. Soon after, Biot and Savart discovered the law for the field 
of a long straight current, and, toward the end of 1820, Biot proposed, 
on the basis of a special experiment, the formula for the field due to a 
current element that is commonly used today and is often miscalled 
“Ampere’s formula.”^ Soon after, the brilliant French physicist, 
Ampere (1775-1836), on the basis of just enough crucial experiments, 
showed that a closed current is equivalent m its magnetic effects to a 
magnetic shell. Then, reversing his line of thought, he suggested that 
magnetism itself might be due to currents circulating in the molecule 
He also discovered the action of a magnetic field on a current. Thus, 
within five years of the first discovery, the foundations of electro- 
magnetism had been completely laid. 

26. Michael Faraday.^ (a) Biographical Sketch — Michael Fara- 
day was born in 1791, in a small village near London He was the son 
of a blacksmith, James Faraday, Being required to assist his mothoi 
in providing for the family, he was engaged in 1804 as errand boy to a 
bookseller and stationer, and in the following year he was formally 
apprenticed to his employer to learn the art of bookbinding During 
this apprenticeship, Faraday made good use of his spare time by 
reading some of the books that passed through the shop. He was 
particularly interested in works on science, and in connection with his 
reading he showed one of the important characteristics® of the great 
investigator-to-be by performing such of the simple experiments 
described “as could be defrayed in their expense by a few pence per 
week.” 

Aside from his own reading, Faraday^s only scientific education 
consisted in a dozen lectures on natural philosophy hy a Mr, Tatum and 
four lectures on chemistry hy Sir Humphry Davy^ in the winter of 1812* 
Submitting the very careful and neatly written notes which he made 
of these lectures ^^as proof of his earnestness,” he made bold to apply 
to Sir Humphry Davy for a position, however menial, at the Royal 
Institution of which Davy was then director. Davy was so pleased 
with the letter and the notes that in March, 1813, Faraday was 

^ I e, dH ^ ids abx B/rK Cf. Biot, J. B., ** Precis ^toentaire de Phymque 
exp6rimentale,” 1824. Amp^ appears to have assumed that the foroe-actioii 
between two current elements must necessarily he along a line drawn through the 
elements, which is not the case if Biotas formula is used for the magnetic field. 

* See Thompson, Stlvanits P., Michael Faraday: His life and Work.*^' 

» In later life, he wrote: ** I was never able to make a fact my own without seeing 
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engaged as apparatus and lecture assistant at 25 shilling per week, 
fn October, 1813, he accompanied Sir Humphry and Lady Davy on a 
trip to the Continent, which took them to many of the important 
scientific centers of Europe. Assistant though he was, Faraday 
impressed others because of his modesty, amiability, and intelligence; 
said one wiiter, ^^We admired Davy, we loved Faraday 

On returning to England, under Davy’s encouragement, Faraday 
soon began original investigations, initially in chemistry. From 1816 
to 1819 he published 37 papers These were concerned with such 
subjects as the escape of gases through capillary tubes, the production 
of sound in tubes by flames, the combustion of the diamond, and the 
separation of manganese from iron. About 1820, he began his elec- 
trical researches. These, and others growing out of them, continued 
for nearly 40 years. 

Almost his entire scientific life was spent at the Royal Institution. 
In 1825, he was made Director of the Laboratory. Declining offers of 
positions elsewhere, turning away professional occupations which 
might have made him wealthy, he gave to his science and to the 
institution he served a devotion seldom if ever equaled. The secret 
of his success, which brought him, during his lifetime, honors from all 
over the scientific world and which immortalized his name by the long 
list of scientific discoveries ascribed to him, is, perhaps, to be found in 
some excerpts from his many notes* 

Aim at high things, but not presumptuously. 

Endeavor to succeed — expect not to succeed. 

It puzzles me greatly to know what makes the successful philosopher. 
Is it industry and perseverance with a moderate proportion of good sense 
and intelhgence? Is not a modest assurance or earnestness a requisite? 
Do not many fail because they look rather to the renown to be acquired than 
to the pure acquisition of knowledge . . . ? lam sure I have seen many who 
would have been good and successful pursuers of science, and have gained 
themselves a high name, but that it was the name and the reward they were 
always looking forward to — the reward of the world’s praise. In such there 
IS always a shade of envy or regret over their minds and I cannot imagine a 
man making discoveries in science under these feelings. 

The reader is urged to study carefully Faraday’s life and works, 
particularly to read, as unexcelled examples of scientific ^positions, 
portions of his Experimental R^earches in Electricity and Mag- 
netism ” We can mention here only a few of his most important 
discoveries 

(6) The PriTwiple of the Motor — ^Faraday had been interested in 
electromagnetism since April, 1821, when Wollaston attempted, at the 
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Royal Institution, to make a wire carrying an electric current revolve 
around its own axis when the pole of a magnet was brought near. 
The experiment was unsuccessful, but the phenomenon excited 
Faraday’s interest, and he determined to make a study of it. First, he 
read what had been done by others and repeated many of their experi- 
ments. In the course of these experiments, he observed that, when 
the magnetic pole was brought near the wire, “the effort of the wire is 
always to pass off at right angles from the pole, indeed to go in a circle 
around it 

The following day he wrote in his laboratory notebook: 

Apparatus for revolution of wire and magnet A deep basin with a bit 
of wax at bottom and then filled with mercury. A magnet stuck upright in 
wax so that pole [is] just above surface of mercury. Then piece of wire, 
floated by cork, at lower end dipping into mercury and above into silver cup 

On passing a current through the wire, it revolved continuously around 
the magnet This was the fiist electric motor! 

(c) Electromagnetic Induction — Oersted’s experiment and sub- 
sequent developments had clearly shown how “to produce magnetism 
by electricity.” Faraday seems to have held it as one of the tenets of 
his scientific philosophy that every physical relation (of cause and 
effect) has its converse If electricity can produce magnetism, then 
magnetism should produce electricity. His repeated attempts to 
accomplish this failed. For example, in 1825, he tried what seemed to 
be the obvious converse by looking for an electric current in a helix of 
wire coiled around a magnet. Later, he tried to find a current in a 
wire placed near another wire carrying current. Other scientists were 
looking for similar effects but without success. They were all looking 
for the production of a steady current. 

But several times investigators were very near to the discovery of 
induced currents In 1824, Arago observed the damping of the vibra- 
tions of a magnetic needle suspended over a copper plate. This 
observation was extended by causing the needle to revolve by revolving 
the copper plate underneath it, air disturbances being, of course, 
eliminated. It was shown that this “dragging” effect was greater, the 
greater the electrical conductivity of the spinning plate. Even the 
effect of radial slits in the copper disk, in reducing the dragging action 
on the magnet, was observed. Suggestive as these experiments were, 
however, the true explanation remained undiscovered 

In the summer of 1831 Faraday attacked the problem for a fifth 
time. This time, instead of placing a permanent magnet inside a 

^ Qiiotation from Faraday's laboratory notebook, Sept 3, 1821. 
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helix, he procured a soft iron ring 6 inches in external diameter, on 
which he wound two coils of copper, A and B, separated by twine and 
calico.” To detect a possible current in coil B, he “connected its 
extremities by a copper wire passing to a distance and just over a 
magnetic nee^e.” When coil A was connected to a battery, there was 
“a sensible effect on the needle It oscillated and settled at last in 
original 'position On breaking connection of side A with battery, 
again a disturbance of the needle.” Slight as these momentary effects 
were, Faraday recognized their importance, although he too had been 
looking for a continuous effect. On Aug 30, he writes, “May not these 
transient effects be connected with causes of difference between power 
of metals at rest and in motion in Aragons experiments?” 

From this slender clue, Faraday proceeded rapidly to the discovery 
of the real effect On the “third day” of his experiments, he wound a 
coil of wire around an iron cylinder and placed the cylinder so as to 
join the N pole of one permanent magnet with the S pole of another. 
The coil was connected to a galvanometer: 

Every time the mas^netic contact at JV or S was made or broken there 
was a magnetic action at the indicating hehx [i e,, galvanometer] — the effect 
being, as in former cases, not permanent but a mere momentary push or pull 

On the fourth day, he showed that the presence of iron was not neces- 
sary, that the effect could be produced by the action of one helix on 
another. On the fifth day* 

A cylindrical bar magnet . . had one end just inserted into the end of 
the helix cylinder; then it was quickly thrust in the whole length and the 
galvanometer needle moved; then pulled out and again the needle moved, 
but in the opposite direction. The effect was repeated every time the magnet 
was put m or out, and therefore a wave of electricity was so produced from 
mere approximation of a magnet and not from its formation in situ. 

At last! He had “ converted magnetism into electricity/’ The essen- 
tial requisite was relative motion^ or a change of condition. On the 
ninth day, he produced a continuous current by turning a copper disk 
between the poles of a powerful electromagnet, the periphery of the 
disk being connected to its axis through an indicating galvanometer. 
This was the now well-known Faraday disk dynamo, the very first 
dynamoelectnc machine. 

Thus, after only a few days’ W'ork in his laboratory, following, 
however, years of patient and persistent experiment, Faraday had 
discovered a phenomenon for which the greatest scientists of his time 
had sought in vain — electromagnetic induction. 
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Following this discovery, Faraday devised and tried various electric 
machines to test and extend his newly discovered principle. One of 
these machines, consistmg of a rotating rectangle of wire vnth a com- 
mutator attached, is the prototype of the modern dynamo. But his 
interest was always in pure science, for he writes: 

I have rather, however, been desirous of discovenng new facts and relations 
dependent on magnetoelectric induction, than of exalting the force of those 
alieady obtained, being assured that the latter would find their full develop- 
ment hereafter. 

Being unacquainted with mathematical symbols and methods, 
Faraday always sought to explain his discoveries and to extend his 
researches by purely physical reasoning. To the mathematician, the 
law of magnetic attraction 

may have been a sufficient explanation of the phenomenon. To 
Faraday, this gave a statement only of the magnitude of the magnetic 
forces; it left the phenomenon itself quite unexplained. Accordingly, he 
insisted that two magnetic poles, or two electric charges, could act on 
each other only if the medium between the two played some important part 
in the phenomenon. This insistence on the importance of the medium 
ultimately led him to the very fruitful concept of lines of force and 
of the cutting'^ of these lines as essential to electromagnetic induction 
At first qualitative, this concept was developed by Faraday into an 
essentially quantitative form, although it was first stated in mathe- 
matical language by F. Neumann in 1845. Commenting on Faraday^s 
laws of electromagnetic induction, Maxwell wrote: 

After nearly a half-century . . , , we may say that, though the practical 
applications of Faraday^s discoveries have increased and are increasing m 
number and value every year, no exception to the statement of these laws as 
given by Faraday has been discovered, no new law has been added to them, 
and Faraday's onginal statement remains to this day the only one which 
asserts no more than can be venfied by experiment, and the only one by which 
the theory of the phenomena can be expressed in a manner which is exactly 
aad numerically accurate, and at the same time within the range of elementary 
methods of exposition. 

(d) The Laws of Electrolysis , — ^Faraday next turned his attention 
to preying that ^‘Electricity, whatever may be its source, is identical 
in its patqre,” Ke found, for example, that qleotriqity from a friction 
ihachine #ould deflieet a galvanometer and would oau®^ iAemieai 
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decomposition just as would electricity produced by chemical action 
This led him into the field of electrolysis. He found that many sub- 
stances, such as certam chlorides and sulphates, are nonconductors 
when solid but are good conductors when melted, and that in the 
molten state they are decomposed by the passage of current. This 
showed that water was not essential to electrolysis. To clarify 
description of his experiments, he introduced the terms '"electrode,” 
"anode,” ""cathode,” ""ion,” "anion,” ""cation,” ""electrolyte,” ""elec- 
trochemical equivalent,” etc. A quantitative study of the phenomena 
resulted in his discovery of the laws of electrolysis that bear his name 
and which are the basis of all present-day work in that field. 

Further, Faraday clearly recognized that a definite quantity of 
electricity is associated with each atom or ion in electrolysis Had he 
been able to determine the number of atoms in unit mass of any 
substance, he would have anticipated, by 60 years, the determination 
of the fundamental charge e. For he says: 

Equivalent weights of bodies are simply those quantities of them which 
contain equal quantities of electricity, . . it being the electricity which 

determines the combimng force. Or, if we adopt the atomic theory or phrase- 
ology, then the atoms of bodies which are equivalent to each other in their 
ordinary chemical action, have equal quantities of electricity naturally 
associated with them. 

(c) The Conservation of Energy — In connection with a proof of the 
fact that the electricity from the voltaic pile results from chemical 
action and not from mere contact of one substance with another, 
Faraday stated clearly the doctrine of the conservation of energy 
several years before the statement of Helmholtz In 1840, he wrote: 

The contact theory assumes that a force which is able to overcome a 
powerful resistance , . . can arise out of nothing . . . This would indeed 
be a creation of power, and is like no other force in nature. We have many 
processes by which the form of the power is so changed that an apparent con- 
version of one into the other takes place . . . But in no case is there a pure 
creation or a production of power without a corresponding exhaustion of some’- 
thing to supply it 

(/) The ^^Faraday^’ Effect — Reference has already been made to 
Faraday ^s abhorrence of the doctrine of ""action at a distance.” He 
believed that, if two electric charges attract each other, the medium 
between the two plays some important role. Presumably, therefore, 
the medium between two such charges is in a different state thau it 
would be if the charges were not present; and if so, such an altered 
state should be detectable by observing the alteration in some physical 
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property of the medium. As early as 1822, Faraday had experimented 
with a beam of polarized light passing through a transparent solution 
carrying a current, to see whether the current caused any depolar- 
izing^^ action. Although he repeated the experiment several times in 
subsequent years, the results were all negative. In 1845, he returned 
to the problem, but still with negative results. He then tried solid 
dielectrics between plates of metal foil connected to a powerful electric 
machine to see whether, under electric strains, they would show any 
optical effects. No results’’^ 

Faraday then substituted a magnetic field for the electrostatic 
field to see whether the former would cause any depolarizing action 
on the beam of light. Various substances were tried but still with 
negative results Finally, he placed in the magnetic field a very dense 
piece of lead glass, which he had made many years earlier When the 
magnetic lines were parallel to the direction of the beam of polarized 
light, he observed that the plane of polarization was rotated. At last, 
he had found a relation between magnetism and light. This magnetic 
rotation is now known as the '^Faraday effect.^' Again, his persistent 
search, maintained dunng 20 years of repeated failures, was rewarded 
by the discovery of an effect in the existence of which he had the most 
sublime confidence. 

{g) Miscellaneous , — Among Faraday^s other researches may be 
mentioned, numerous investigations in chemistry; the liquefaction of 
several gases formerly thought permanent’^; the diffusion of gases 
through solids; self-induction; certain fundamental properties of 
dielectncs; diamagnetism; distinction between anode and cathode 
in the electric discharge through gases at low pressure; vibration of 
plates; regelation of ice; alloys of steel; and optical glass 

Well may this simple, modest, self-taught philosopher be given a 
conspicuous place among the great benefactors of mankind. 

26. Joseph Henry (1799-1878) — ^Any account of Faraday^s work, 
however brief, should be accompanied by at least a mention of the 
researches of the American physicist, Joseph Henry, whose memory is 
honored by the name of the unit of inductance, the henry, which bears 
to electrokinetics a relation identical with that of the farad to electro- 
statics, Had Henry been able to experiment continuously, and with 
more resources, instead of only during a summer vacation of 1 month 
while teaching mathematics at Albany Academy, and then only with 
such apparatus as he cou^d make with his own hands, he would 
undoubt^y have anticipated Faraday in the discovery of electro- 

^Yeais kWr (1876) tiais effect was found by Kerr {Ph%l Mag^ voj. 1, p. ^ 
(1875)k 
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magnetic induction, including the phenomena of self-induction In 
all of his work, furthermore, he was greatly hampered by his isolation 
from the scientific atmosphere of Europe. 

Henry was interested especially in the design and use of electro- 
magnets. He constructed the first electric motor operating by an 
electromagnet, which rocked back and forth between two permanent 
magnets He found that, for maximum tractive effect, the cells 
of the battery and also the “spools" of the electromagnet should be 
connected in series if the magnet were a long distance from the battery, 
but they should be connected m parallel if the wires joining the magnet 
to the battery were short His work on electromagnets led dtrectly 
to the commercial development of the telegraph. 

27. James Clerk Maxwell (1831-1879) — It would be difficult to 
pick out two eminent scientists whose beginnings differed from each 
other more than did Maxwell’s and Faraday’s. Faraday came of veiy 
humble parentage; Maxwell, from a long line of distinguished ancestors. 
Faraday’s early life was lived almost in poverty; Maxwell’s family had 
abundant means. Faraday received only the most rudimentary 
education; Maxwell was given every advantage of school and univei- 
sity They differed also m their aptitude for scientific work Faraday 
was one of the greatest exponents of experimental science that the 
world has ever seen; whereas Maxwell, although likewise an able 
experimenter, is one of the greatest figures in the history of theoretical 
physics. And yet both made indispensable and mutually supple- 
mentary contributions to the classical theory of electromagnetics. 

Maxwell was born in Edinburgh in 1831. At the age of ten he was 
sent to the Edinburgh Academy, where he was a friendly boy, though 
never quite amalgamatmg with the rest. But, however strange he 
sometimes seemed to his companions, he had three qualities which 
they could not fail to understand agile strength of limb, imperturbable 
courage, and profound good nature ^ 

When he left the Academy in 1847, he was “first in mathematics 
and in English and nearly first in Latin." Then, after 3 years in the 
University of Edinburgh, he entered Trinity College, Cambridge, from 
which he graduated in 1854 with high honors. 

Maxwell early showed extraordinary interest in both theoretical 
and experimental research in physics. At the academy, he invented a 
means of drawing certain types of oval curves, and a few years later 
he published a paper on “The Theory of Rolling Curves" and another 
on “The Equilibrium of Elastic Solids” — all this before he was 
nineteen years old! During these same years he was also busy with 
^ Glazbbbook, “James Clerk Maxwell and Modem Physics.” 
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experiments of many sorts, especially in his httle laboratory in a 
garret on the family estate at Glenlair, where he spent his vacations. 

After 4 years at Aberdeen, he was Professor for 5 years at l^ing s 
College, London (1860-1865), from here some of his most important 
papers were published, such as “Physical Lines of Force” (1862) and 
his greatest paper, “A. Dynamical Theory of the Electromagnetic 
Field.” After a retirement of several years, he was elected in 1870 
to the newly founded professorship of experimental physics at Cam- 
bridge. In this capacity, he superintended the planning and equip- 
ment of the now famous Cavendish Laboratory, of which he was 
director until his untimely death in 1879. 

A large proportion of Maxwell’s papers, over 100 in number, may 
be grouped under three headings, color vision; molecular theory; and 
electromagnetic theory. 

The work on color vision was imdertaken to make a quantitative 
study of the physical facts pertinent to the theory of color sensations 
proposed by Thomas Young, according to which any luminous sensa- 
tion is the result of exciting in the eye three primary sensations, red, 
green, and violet For this purpose Maxwell invented a “color 
box,” by means of which he could mix spectral colors 

Maxwell’s work on molecular physics is very extensive He 
discovered and, in part, established theoretically the law of the 
distribution of velocities among the molecules of a gas (“Maxwell’s 
law”) He showed that when two gases are at the same temperature, 
the mean kinetic energy of translatory motion of their individual 
molecules is the same in both gases. From the kinetic theory of 
viscosity, he drew the surprising conclusion that the viscosity of a gas 
should be independent of its density so long as the mean free path is not 
too large, and he verified this conclusion by experiment. He brought 
to bear upon the whole subject mathematical methods “far in advance 
of anything previously attempted on the subject”; indeed, he is 
the co-founder with Clausius (1822-1888) of the kinetic theory of 
matter. 

In the electromagnetic theory, Maxwell’s great contributions were 
the “displacement currents” and the formulation of the general 
equations of the electromagnetic field, which led to the electromagnetic 
theory of light. In the preface to his treatise “Electricity and 
Magnetism,” he makes the interesting remark: 

Before I began the study of electricity I resolved to read no mathemalacB 
on the subject till I had first read through Faraday’s “Experimental 
Researches on Electricity.” 
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He became convinced that Faraday was right m regardmg the dielec- 
tiic as the true seat of electrical phenomena and m supposing that it 
acted by becoming electricall}’' polarized, the positive ends of its 
molecules pointing on the whole with the field and the negative ends 
in the opposite direction. The term dielectric, ” as used here, must 
be understood to include a tenuous medium or ether filling all space, 
even in what we call a vacuum. He drew the conclusion that when 
the polarization changes, this change must involve a displacement of 
electricity, and so there must exist in the dielectric, while the change 
is going on, a current having the same magnetic properties as the cur- 
rent in a conductor. 

This assumption of displacement currents opened the way for the 
deduction of MaxwelPs famous equations of the electromagnetic field. 
It is interesting, however, that he was first led to these equations 
through a mechanical analogy, i.e , in studying the behavior of a 
mechanical system filling all space, which would be capable of causing 
the observed electrical and magnetic phenomena He showed (1862) 
that his hypothetical medium would be capable of transmitting 
transverse vibrations with a speed equal to the ratio of the electro- 
magnetic to the electrostatic unit of charge. Although he did not take 
his model too seriously, he nevertheless remarks, that the ratio of the 
units 

. agrees so exactly with the velocity of hght calculated from the optical 
expen ments of M Fizeau, that we can scarcely avoid the inference that light 
consists in the transverse undulations of the same medium^ which is the cause of 
electric and magnetic 'phenomena. 

The theory was restated, without reference to any particular model, in 
his great paper of 1864, in which he says. 

The theory which I propose may therefore be called a theory of the Electro- 
magnetic Fields because it has to do with the space in the neighborhood of the 
electnc or magnetic bodies, and it may be called a Dynamical Theory^ because 
it assumes that in that space there is matter in motion by which the observed 
phenomena are produced. 

In 1873, Maxwell published his Treatise on Electricity and Mag- 
netism,’^ which ranks with Newton’s “Principia” as one of the most 
important books in all science. 

The subject of electromagnetic waves will be discussed further in 
the next chapter along with certain other results of electromagnetic 
theory that will be needed later Here we shall add only a few words 
concerning the later history of the subject dunng the closing decades 
of the last oentart^ 
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28. The Completion of Electromagnetic Theory. — The physical 
ideas underlying MaxwelFs new theory were left none too clear by him 
In his treatise, we find the assumption that all space is full of incom- 
pressible ^'electricity”, in a conductor this electricity can move freely 
(except for ohmic resistance), thus constitutmg an electric current, but 
in a dielectric "there is a force which we have called electric elasticity 
which acts against the electric displacement and forces the electricity 
back when the electromotive force is removed.” This is clear enough. 
But what IS the ongin of this "electromotive force?” And in what 
does electrification consist? According to MaxwelFs theory a charged 
conductor has neither more nor less electricity on it or in its neighbor- 
hood than when it is not charged. This point in MaxwelFs theory 
became still more obscure when in 1876 the American physicist, 
Rowland, showed experimentally that a moving charged conductor is 
surrounded by a magnetic field, the moving electrification evidently 
constitutmg a current 

The mathematical theory, on the other hand, was slowly developed 
by others, especially by H. A Lorentz, and was shown to give a good 
account of all electric and magnetic phenomena and of the principal 
properties of light. In Germany, stimulated by Helmholtz, Hertz 
set out to search experimentally for the magnetic effects of MaxwelFs 
displacement currents and in 1887 discovered waves that were undoubt- 
edly of electrical nature Later, it was shown that the speed of 
propagation of these waves is the same as that of light Speculation 
as to the nature of the displacement currents in a vacuum then 
gradually died out, until today we speak only of electric and magnetic 
"fields” governed by the Maxwell-Lorentz equations This develop- 
ment in electromagnetic theory illustrates a general tendency, notable 
during the last half-century but regretted by many, for the funda- 
mentals of physics to become an abstract mathematical theory unsup- 
ported by underlying concrete ideas. Further examples are afforded 
by Einstem^s principle of relativity, to be described in Chap IV, and 
in the foundations of wave mechanics. 
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ELECTROMAGNETIC WAVES AND MOVING CHARGES 

Before taking up the main theme of this book, we shall discuss, in 
this chapter, a few points in electromagnetic theory which it will be 
useful for the student to have in nnnd. Electromagnetic waves and 
the emission of radiation will be discussed, on the basis of MaxwelPs 
theory, in sufficient detail to enable the student to appreciate more 
readily the conflict of this theory with the modern quantum theory 
Then a few points concerning the fields of moving charges will be 
taken up. 

Few derivations can be given here, for lack of space, but we shall 
begin by writing down Maxwell’s equations 

29. Maxwell’s Equations. — In an electromagnetic field there exists 
at each point, in general, both an electric 
and a magnetic field strength or field inten- 
sity These quantities are vectors having 
direction as well as magnitude To deal 
with them analytically, let us introduce a 
set of right-handed Cartesian axes. To 
save words, it will be convenient, hereafter, 
to say that any three mutually perpendic- 
ular vectors related to each other in direc- Fig. i —illustrating the right- 
tion like the directed lines Ox, Oy, Oz vector rule 

form a right-handed {orthogonal) set^ of vectors 

Let us now represent the field vectors by their components in the 
directions of these axes. Let the components of the electnc field 
strength E be denoted by Ex, Ey, Ez, respectively, and those of the 
magnetic field strength H by Hx, Hy, Hz Then Maxwell’s field 
equations for a region in which the dielectric constant is € and the 
magnetic permeability /x, but in which there is no electrical conductivity 
and no accumulation of electric charge, can be written thus: 
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Oy 
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dz 
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^ Veotprs can be tested for this property with, the right hand, as siiggested m 
Slg. 1. 
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We shall suppose that c g s units are used and that E is m electrostatic 
units, whereas H is in electromagnetic units or oersteds; e and ix are 
therefore, pure numbers, and equal to umty if the field is in a vacuum. 
The derivatives occurnng in the equations are all partial derivatives, 
since Ex,EyjEe, Hs,HyjHz may all vary, not only from point to point, but 
also from time to time, each component being thus a function of the 
four variables The constant c enters into these equations as 

the ratio of the electromagnetic to the electrostatic unit of charge, as 
is well known, however, this constant is also equal to the speed of light 
in vacuum. 

The mathematical foundation of electromagnetic theory may then 
be completed by adding to the field equations the Lorentz force equa- 
tion, which expresses the familiar value for the force exerted by the 
field upon a small test charge placed in it. Upon a stationary charge of 
q electrostatic units, there acts a force of qE dynes in the direction of E] 
if the charge is moving with velocity v cm. sec there is added to the 
force qE another force of magmtude qvH sin d/c dynes, d being the 
angle between the directions of v and of H This additional force acts 
perpendicularly both to v and to H and in such a direction that the 
three vectors v, vector component of H perpendicular to v, and the 
force itself form a right-handed set (see above and Fig. 1). 

Of the SIX Maxwell equations, number (Ih) is a mathematical 
equivalent of Gauss^ theorem, familiar in electrostatics. Equation 
(1^) represents the corresponding fact in the theory of magnetism, 
i.e., that the tubes of the induction fiH are closed, each tube having a 
uniform flux of induction across all of its cross sections. Equations 
(Id) to Of) embody Faraday ^s principle that the electromotive force 
in a closed circuit, measured in electromagnetic units, equals the nega- 
tive of the time rate of change of the flux of magnetic induction through 
the circuit. 
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In equations (la) to (Ic), finally, the terms on the light, e/c dE^/dt 
and so on, represent the components of the density of the so-called 
^‘displacement current/’ In a conductor, as in the interior of a wire 
carr 3 ang a steady current, these teims are replaced by 47 rjj/, 47 rj.., 
where jx, Jy, Jz represent the components of the ordinary current density. 
Maxwell’s assumption was, therefore, that, wherever an electric field 
is undergoing change, there exists something that is related to the 
magnetic field in the same way as are the ordinary currents in a 
conductor The current density that is equivalent in its magnetic 
effects to the changing electric field has components fy) given by 
the equations 

•/ _ € BEx / _ € dEy , _ € dEz 

Arrc dt’ 4irc di’ Arc dt' 

No reason can be given for this equivalence of a changing electric 
field to a set of electric currents; it constitutes an assumption that is 
to be tested, and so far has withstood the test, by comparison of deduc- 
tions from it with the results of experiment 

With this interpretation of the right-hand members of Eqs (la) 
to (Ic), these equations become mathematically equivalent to the 
familiar law that the work done in carrying a unit magnetic pole around 
a closed path is equal to 4 t times the total current strength that links 
with the path/ 

30. Energy and Momentum in the Electromagnetic Field. — In the 
interaction of material bodies with electromagnetic fields, the bodies 
commonly gain or lose energy. It has been found possible to preserve 
the law of the conservation of energy by supposing a definite amount 
of energy to exist in the field as well as in material bodies. This is 
the usual procedure in physics. Whenever a new phenomenon is 
encountered, the attempt is made to invent a new form of energy so 
that the conservation law will hold; and so far it has always proved 
possible to do this. 

The energy in the field is determined by calculating the work done 
in setting it up. In this way it can be proved quite generally,^ and 
is shown for special cases in elementary textbooks, that energy can 
be supposed to be distributed throughout an electromagnetic field 
at the rate of 

^ ^ - ergs per umt volume, (2) 

*^For deductions of the equations, see, for example. Starling, ^^Electricity and 
Magnetii^,'' Ohap, XIH (or XIV); Page and Adams, ^‘Principles of EUectncity,"’ 
Chap. XVL 

* Cf. W. E , “iStwteio and Dynamic BleotrMty/' 3ec. 13.04. 
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E being the electric intensity in electrostatic units, H the magnetic 
intensity in oersteds, e the dielectric constant, and m the permeabihty ^ 
If the energy is assumed to be distributed in this manner, it must 
be supposed to move about when the field undergoes changes From 
the theory, it can be shown that correct results are obtained if we 
suppose the energy to stream in the direction of a vector known as 
Poynting^s vector This is a vector drawn perpendicular to E and to 
H and in such a direction that a right-handed set of vectors is formed 
by the vector F, the vector component of H perpendicular to JEJ, and 
Poynting’s vector (cf Sec 29 and Fig 2) Its magnitude is assumed 
to be 

n = ^ EH sine (3) 


vector 


where 8 denotes the angle between the directions of E and if, and c 
is the ratio of the electromagnetic to the electrostatic unit of charge, 

or the speed of light in vacuum 

This last expression represents the rate at 
which the energy is flowing If, at any point 
P m the field, a small plane surface is drawn 
parallel to E and to H and hence perpendiculai 
Poy/iHng's to Poynting^s vector {cf Fig 2), then the 
number of ergs of energy crossing each square 
centimeter of this area per second is given by 
the magmtude of Poynting^s vector as just 
written The student can readily verify in 
simple cases that the correct amount of energy 
is thereby delivered to the various parts of 
electrical circuits; e g , the heat produced in a resistor by an electric 
current can be supposed to stream m from the surrounding space in the 
direction of Poynting^s vector. 

In mechanics, furthermore, the principles of momentum are second 
only to those of energy in importance Now electromagnetic fields 
are capable of changing the momentum of material bodies. In all 
cases of practical importance it happens that this action does not alter 
the total momentum of all bodies concerned, because a force on one 
body is offset by a reaction on some other body. There are, however, 
a few phenomena in which this is not true; the most noteworthy is 
the phenomenon of light pressure, discussed below. But even in such 



Fig. 2 


1 This expression is restricted, of course, to free space or to matter that is 
isotropic and not ferromagnetic. In material bodies, furthermore, w represents 
free energy, m the thermodynamic sense, rather than stored energy, but this dis- 
tmction is seldom important. 
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cases it can be shown ^ that the principles of momentum and of angulai 
momentum can be preserved pro\nded we assign momentum not onh" 
to matter but also to the electromagnetic field itself 

The momentum in the field is called electromagnetic momentum . 
It is a vectoi quantity, and it is assumed to have, at each point in the 
field, the direction of Poynting’s vector at that point; furthermore, 
the amount of electromagnetic momentum in unit volume, in a region 
where the dielectric constant is e and the permeabihty ju, is equal to 
Poynting's vector multiplied by €fi/c^ 

Space cannot be taken here to deduce either of these principles 
concerning energy and momentum. It can easily be seen, however, 
that they can be interpreted in a concrete way that is of great interest 
in connection with modern ideas concerning mass and energy. We 
can, in fact, account for the transfer of energy by supposing that 
the energy in the field whose density is w is actually in motion with a 
certain velocity V in the direction of Poynting^s vector n. The neces- 
sary velocity is 



for, if we draw a right cylinder of height V and of unit cross section, 
with its length in the direction of Poynting^s vector, this cylinder will 
contain wV or IL ergs of energy; and in a second this energy moves 
across the end of the cylinder, thus producing the rate of transfer 
required by Poynting^s vector. If we then add the assumption that 
each erg of the moving energy has a mass of 1/c^ or 1/(9 X 10 2 ®) gram, 
the energy in a cubic centimeter will have momentum equal to 

{w/c^)V = U/c\ 

In free space, this is exactly the magnitude of the momentum in unit 
volume Thus, the electromagnetic momentum in free space may be 
thought of as ordinary momentum possessed by the moving electro- 
magnetic energy 

31. Electromagnetic Waves. — ^The field equations [(la) to (1/^)] 
admit of an enormous variety of different solutions. There is no 
general method for discovering useful solutions; in the end, one has to 
resort to guessing Particular interest attaches to certain solutions 
that represent plane waves. 

Suppose that 

Ey = fix - vt), E^^E,^ 0, (4) 

^Cf AbbahaM, M., and R. Beckbb, “Classical Electricity and Magnetism,’' 
Chap, XV, also Lorwtz, H, A, ''Theory of Electrons,” Secs 19-25 (1916), a 
readable discussion, 
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E. = -^/(^ - ^0, if* = = 0, ^ = (5) 

Here / stands foi any differentiable function whatever By substitu- 
tion it is easily seen that all eight of the field equations are satisfied. 
Substitution in (1?>), for example, gives 


But 


dt 





1^1. 


( 6 ) 



fid X 

cdt 



. df 

d(x — vt) 

_ df 

V 1 

n\ 

dx 

d(x — vt) 

dx 

dix — 

vt) ^ 


df 

d{x vt) 


df _ 

C df 

( 8 ) 

d(x — vt) 

dt 

^ d{x 

— vt) 

~ V^d{% - vt) 


because of the value assumed for v Substituting these expressions 
for the derivatives in (6), we obtain an identity, thus showing that 
(6) is satisfied. 

The physical characteristics of the field specified by this solution 
are simple and interesting. It represents waves of electric and mag- 
netic field moving toward +x with speed v. For, if a point is made 
to move toward +x with a speed equal to at this point the quantity 
X vt always keeps the same value, since, in time At, x changes by 
Arc — u A^, and rc — changes, therefore, by 


A(rc -- vt) Ax — V At ^ 0. 

Hence, at this moving point, Ey and Hg always keep the same values. 
Furthermore, the waves are planej since Ey has the same value at all 
points of any plane perpendicular to the direction of propagation, 
which is the rc-axis, and so has also Finally, the waves are 
transverse, for the vectors E and H are both perpendicular to the 
direction of propagation; and they are plane-polarized, with the electric 
vector in the xy plane. 

As a special case, the function / might be sinusoidal in form. 
For example, with rc' standing for any variable, we might take 


Then 


/(rc') = A sin (27rrc'/X) 

/(rc — vt) = Asin2x^^ — 

and, if we also write v for v/\, Eqs. (4) and (6) become 
Ey » Asin2x^“ — = yj^ABin2r(^ 
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These equations lepresent sinsuoidal waves of wave length X and 
frequency v, and of electric amplitude A. 

Waves polarized in other planes, or traveling in other directions, 
can be obtained by writing down equations like (4) and (5) in terms of 
rotated axes and then changing variables back to the old Xjy, 2 , They 
all have the pioperty that at any point, as in the example just given, 
the electric field E and the magnetic field H are perpendicular both 
to each other and to the direction of propagation ; the three vectors E, 
H, and direction of propagation form a right-handed set {cf See. 29 
and Fig 3) . The numerical ratio oi H to E at 
any point is Ve/g when E is measured in elec- 
trostatic units and H in oersteds. Thus, in 
free space, H — E. 

It should be remarked, however, that in 
other types of mediums, such as crystals or 
conductors, the relationships of E and H are 
somewhat different from those just described. 

It is well known that electromagnetic waves of the sort we have 
been describing can be produced in the laboratory; and it was supposed 
until recently that nothing had to be changed in the description except 
the wave length in order to have an accurate description of ordinary 
light The discoveries of the present century, however, as we shall 
see in later chapters, have made necessary a considerable modification 
in our conception of the electromagnetic field, so that the picture just 
described, while sufficiently correct for long electromagnetic waves, is 
not immediately applicable to ordinary light. 

32. Energy of Electromagnetic Waves. — ^The most important 
property of electromagnetic waves is that they convey energy. In a 
plane wave, as we have seen, H = hence the electric and the 

magnetic parts of the energy density as written in (2) are equal, and 
we can also wnte, for a plane wave, 



Fig 3. — llelative direc tions 
in a plane wave 


eE^ 

yy = 

Att 


( 10 ) 


This energy is carried along with the waves; and what is actually 
observable is usually not the energy density itself but the amount of 
energy that flows per second across unit area of a plane drawn per- 
pendicuiar to the direction of propagation of the waves. This latter 
quantity is called the iwtermiy of the train of waves; we shall denote it 
by f . The connection between 1 and w is easily found Consider 
an dementary volume with faces having unit area and a thickness dx, 
placed perpendicular to the a>-axis, the waves traveling as psual 
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toward +x (Fig 4) The energy in this element is w dx, since its 
volume is dx. As the wave moves to the right with velocity v, in a 
time dt given by 



all of this energy passes through the right-hand face of the element 
The rate of flow of the energy across this face, is, therefore, w dx/dt 
or vw This equals 1, since the face has unit area 

Thus I — vw (11) 

In free space, where e = n = 1 and v = c, this takes the form 


I = cw = -7-^^- 
4t 


( 12 ) 


The intensity I is also equal to the magnitude of Poyntmg’s vector, 
and equation (11) can be derived by substituting I for n in Eq. (3). 
^ In plane waves, d = 90° and H = \/ e/nE 

from Eqs (4) and (5), so that Eq. (3) 
becomes 

(13) 


X n = = vw, 

using (10). 

These relations hold primarily at each 
separate point along the wave tram They 
can be applied to average values as well, however, merely by insert- 
ing for w or E’‘ the time average of this quantity at any fixed point. 
In the case of sinusoidal waves, the average is easily found in terms of 
the amplitude. Thus, if is represented by the right-hand member 
of Eq. (9a), it is easily found by the usual calculation that the time 
average of E^ is E^ = A*/2; thus in free space the average intensity I 
of such waves at a fixed point, from Eq. (12), is 


Fig 4. 


(14) 

33. Momentum of Electromagnetic Waves. Radiation Pressure. 

Besides energy, electromagnetic waves carry momentum. As stated 
in Sec. 30, the direction of this momentum is that of Poynting’s vector, 
which, in the case of plane waves traveling in a defimte direction, is 
readily seen to be the direction of propagation of the waves. The 
amount of momentum in unit volume, symbol g, is equal to e/i/c* times 
the magnitude of Poynting's vector. Hence, from Eq. (13), using 
also Eq. (11) and then the third of Eqs. (6), 
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(15) 


where w stands for the energy density in the waves and v for their 
velocity of propagation Thus in free space 



(16) 


and the total amount of momentum that is being carried by plane 
waves in association with total energy W is 

W 

^ (17) 

Experimentally, however, the electromagnetic momentum in the 
waves will manifest itself only in reactions upon material bodies when 
the momentum in the field is changed. Thus, if a beam of light is 
deflected, or perhaps absorbed, by a material body, a force will be 
observed to act on the body, just as a baseball player, when he destroys 
the momentum of a moving baseball by stopping it with his hand, feels 
a blow on the hand. The phenomena so produced are those of radta- 
tion pressure. 

The magnitude of the pressure is easily calculated in any given case 
from the momentum brought up by the radiation. Since force equals 
rate of change of momentum, the pressure will equal the momentum 
delivered by the waves to unit area in a second. Since the waves move 
a distance in a second, the momentum brought up will be that in a 
cylinder of unit cross section and length v, or vg c.g s. umts. If, then, 
the waves are entirely absorbed by the body, the radiation pressure 
on it will be 

Til 

p yg = w — — dynes per cm (18) 

c 

by Eqs. (15) and (11), n denoting the refractive index of the medium 
or c/v 

That radiation falling on a body should exert a pressure upon it 
is by no means a concept peculiar to modern physics. Over 300 years 
ago, Kepler suggested that the curvature of comets' tails away from the 
sun might be due to radiation pressure — and modern astronomers 
believe that Kapler was rights Newton recogmzed that Kepler's 
suggestion was in harmony with the corpuscular theory of kght (just 
as the pressure produced by a gas is due to the impact of its molecules). 
Experimentally, the subject was attacked as early as 1760, and at 
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intervals thereafter, but with inconclusive or conflicting results, due 
for the most part to the disturbing action of the gas surrounding the 
illuminated surface. Finally, however, the disturbances due to the 
gas were defimtely eliminated, and radiation pressure was discovered 
almost simultaneously by Lebedev in Europe (1900) and b}?' E F. 
Nichols and G. F Hull in America (1903). ^ The pressure, in the 
experiments of Nichols and Hull, was only about 7 X 10“® dyne per 
square centimeter (which is several times the pressure due to strong 
sunlight), but they were able to measure this small pressure with 
suflBcient precision to show that the observed values agreed within 
1 percent with the theoretical values. 

Radiation pressure is of particular interest in connection with the 
explanation of such atomic phenomena as the Compton effect. 

34. Radiation Field of an Accelerated Point Charge. — We have 
seen how to obtain a solution of MaxwelFs equations representing 
plane electromagnetic waves It is natural to consider next how such 
waves can be generated or stopped This problem was not solved by 
Maxwell ; a complete treatment of it requires elaborate mathematical 
procedures. The emission of radiation by a point charge is of some 
interest in connection with the production of X-rays. Accordingly, 
the characteristics of such emission will be described. 

(a) A Umformly Moving Point Charge . — As a preliminary, the 
field around a uniformly moving charge will be described first. It can 
be shown from Maxwell's equations that, when any rigid set of charges 
IS in umform translational motion through empty space, the electric 
field is accompanied by a magnetic field whose intensity H at any 
point P has the magnitude 

H = -JS/x (19) 

c 

Here E± is the component of the electric intensity at P perpendicular 
to the direction of motion of the charges, v is their velocity, and c is 
the speed of light in vacuum. The direction of the magnetic field is 
perpendicular both to the direction of motion and to the electric field, 
and 18 such that the three vectors representing the direction of motion, 
the vector direction of and the vector direction of H form a right- 
handed orthogonal set (see Sec. 29). The magnetic field is sometimes 
imagined to be generated by transverse motion of the electric Unes. 

Consider now a point charge of q electrostatic units that is moving 
at umform speed v along a straight line in vacuum. It can be shown 
that the lines of the electric field due to such a charge are straight 

^ Cf, Nichols and Hull, Phya. Rm., voi 17, pp. 29, 91 (1903), 
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and radial to the chaige Hence, if B is the angle between a line drawn 
liom the charge to any point P and the direction of motion of the 
charge, then at P we have Ex E sm B and 

H = -^Eiiva.d, (20) 

Avheie E is the intensity of the electric field at P The lines of the 
magnetic held in this case are circles whose axis is the line of motion 
of the charge 

If the motion is slow enough so that v/c is small, then E has very 
nearly the same magnitude as for a stationary charge, so that E = g/r- 
Avhere r is the distance of P from the charge. Then 

H = -^sin^. 
cr^ 

From this formula we see that the magnetic field around a slowly 
moving point charge is the same as that which the familiar Biot formula 
ascribes to a current element of magnitude ids — qv/c located at the 
position of the charge. If q is expressed in electromagnetic units, 
the equivalent current element is t ds == qv. 

When v/c is not small, the formula for the intensity of the electric 
field is 

E = 1 y 

[1 + (r" - l)cos2 0]^r* 

Equation (19) still holds, however, for the magnetic field. It is 
readily seen that, as v becomes nearly equal to c, both E and H become 
small except in directions lying close to the '^equatoriaF' plane drawn 
through the charge and perpendicular to its motion; near this plane 
E and H have large values. 

(6) An Accelerated Point Charge — ^We may now consider the effects 
of an acceleration or change in the motion of the charge. The effect 
upon the field can be discovered easily, provided the following general 
principle is assumed. It can be shown from the field equations that 
the electromagnetic field due to any element of charge may be supposed 
to be emitted continually from that element and to be propagated 
out in all directions away from it at the speed of light. ^ 

This being assumed, the effect of acceleration can be found by 
elementary methods, and it will be instructive to do this in a simple 
case. 

Abeakam, M., and E. BncKiK, '^Electncity and Magnetism,*^ p 

W. Static and DynaimeBlectncat^^ 

Beo, 13-25 Retarded Potentials ^0- 
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Consider the special case of a point charge q, which for some time 
has been at rest at a point 0 in free space (Fig 5) and now undergoes 
a uniform acceleration a during a very short time r, after which it 
continues to move umformly with velocity 

V — ar 

At the end of the period of acceleration, it will have moved to a slightly 
different point Pi; and, after an additional time t, much greater 

^ than T, it will have got to P 2 where 

P 1 P 2 = vt 

Let us find the field at the end of the 
additional time t, when the charge is 
at P 2 . 

Let ONL represent any line of force 
drawn from the charge while station- 
ary at 0; let a point N lie on a sphere 
of radius c(t + t) about 0 as center, 
c being the speed of light Then the field emitted at the beginning 
of the period r has just had time to reach the surface of this 
sphere The field outside must have been emitted earlier, and, there- 
fore, according to the general principle just stated, it must be the 
original field associated with the stationary charge at 0, not having 
received ''news” of the acceleration of the charge. Similarly, ^ns^de 
a sphere of radius ct with center at Pi, we have the field of the charge 
moving uniformly with speed v, since this field has had a time t during 
which to spread out Between these two spheres is a shell within 
which the transition from the one type of field to the other occurs, 
the line of force running obliquely here from M to N, If we allow 
time to flow on, this transition shell moves outward with the speed of 
light We shall show that it contains a radiation component of the 
field that carries a certain amount of energy off to infinity. 

The part MN of the force line is straight, at least in the limit as 
r 0, because the acceleration is uniform.^ Let us resolve the electric 
field at any point on MN into a radial component Pr, in the direction 
of P%M, and a perpendicular component Et- Then, at any point on 

1 That MN must be straight (m the limit) is easily seen, after readmg the whole 
deduction, from the following consideration. The field at any pomt K on MN was 
emitted at a certam time r' after the charge left 0. Had the acceleration ceased at 
this mstant, the point M, as defined m the text, would have been at K and the 
distance of M or if from OA, according to the expression found in the text for MN\ 
would have been ar't sm 6 Thus the distance of K from ON is proportional to r\ 
But so is KN, to the first order. Hence the line A is straight. 



O Pj P2 

Tig 5 — Diagram illustrating 
the emission of a pulse of radia- 
tion 
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MN, 


Et _ M'N _ MN' 

Er MM' MM'] 

But P 2 M is (in the limit as t — ^ 0) parallel to ON', since, according to 
Eq (21) above, the change m the electric field due to the motion is 
of the second order in v, and since P 2 M and ON' are different positions 
of the same force line (a hne can be identified by its lying on a cone 
about Ox which encloses a given fraction of the electric flux of induc- 
tion). Hence, if we neglect the distance OPi, which is of the second 
order in v, 


MN' = (OP 2 ) sin 6 = PiP 2 sin 0 == 2 ;^sin^ = ar^ sin 


Furthermore, MM^ equals the difference in radii of the spheres if 
OPi is again neglected, whence. 


MM' = cr. 


Therefore, with the insertion of a minus sign because Et has a com- 
ponent opposite to the acceleration a, 


Et 

Er 



But Er must have the same value in the shell as outside m order to 
carry the flux of induction through the shell and so satisfy Gauss^ 
theorem. Hence, 


Er 


r being the radius of the shell Thus, 


Et = — sin0, 
c 

or, since r = ct, so that t — r/c, 

Et — — -^sin^. 


( 22 ) 


Thus, within the transition shell there is a tangential electric com- 
ponent Et, which falls off, as r increases, only as the first power of r. 
This component lies in a plane drawn through the charge and con- 
taining the direction of its acceleration. As time goes on and r , 
Er will become entirely negligible in comparison with Et- Thus, 
ultimately, we have a shell or pulse of field, traveling outward with 
the speed of light, in which the electnc vector is transverse, just as m 
plane waves. In fact, any portion of the pulse ultimately approxi- 
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mates a plane ■wave. Nothing has been said about the magnetic 
field, which is not so easily treated; but it can scarcely be doubted 
that there must also exist in the pulse a transverse magnetic field, 
equal in strength to the electric field but perpendicular to it, since 
such a field exists in plane waves. The electromagnetic field that thus 
travels away to infinity from an accelerated charge is often called 
its radiation field. 

By means of a relativity transformation, these results can readily 
be generalized so as to represent the radiation from a charge that is 
already in motion. It turns out that the radiation field is always 
numerically proportional to the acceleration of the charge, and in this 
field the electric intensity E, measured in electrostatic units, and the 
magnetic intensity H, measured in oersteds, are equal; furthermore, 
E, H, and the radius from the point of emission form a right-handed 
set of mutually perpendicular vectors (c/. Sec. 29). The complete 
formula for E is somewhat complicated, so we shall write it down onl}'- 
for the simple case in which the acceleration and the velocity he along 
the same line, as in linear motion; in this case^ 


E = - 


qa 


(1 — /3cosff)®cV 


sind. 



(23a,h) 


V being the instantaneous speed and a the instantaneous acceleration 
of the charge The only effect of the velocity of the charge is repre- 
sented by the first factor on the right in 
(23a) , which serves to strengthen the radia- 
tion field in forward directions and to 
weaken it toward the rear of the moving 
charge. 

36. Energy Radiated by an Accelerated 
Point Charge. — ^The most important fea- 
ture introduced by the acceleration of a 
charge is the resulting radiation of energy. 
We can readily calculate its magnitude 
for a charge moving along a fine, from the formula just given. The 
results are of interest in connection with the theory of X-rays. 

Let a charge, of magmtude q in electrostatic units, move with 
acceleration a, constant or variable, along a line Ox (Fig. 6). During 
an interval of time dt, let the charge move at speed v from P to P', 
so that PP' = V dt. Then the radiation field emitted during this 
interval will be found, at an instant t seconds after the time at which 
the charge passed P', between two spheres, one of radius et about P' 
1 Cf Smtthb, op eti , Sec. 14.12 



Fig. 6. — Diagram illustrating 
a pulse of radiation. 
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as center, the other of radius c{t + dt) about P as center. Let the 
time t be large enough so that in this region there is only the radiation 
field, in which H ^ E Then there is in this field an energy density 
of magnitude (vacuum being assumed) 


+ = El, 

Sir 4x 


(24) 


The distance between the two spheres, which would be c dt if they had 
a common center, is changed by their relative displacement to the 
extent of the projection of PP' on the radius; thus, in a direction mak- 
ing an angle 6 with the motion, the distance between the spheres is 
c dt -- V dt cos 6 or (c — V cos 6) dt Hence, between each pair of 
opposing unit areas on the spheres, there lies a volume equal to 

(c — V cos 6) dt 

times unity; and this volume contains energy of amount 
dWi ^ w{c vcoii6)dt ergs 

Inserting the value of iv from (24) and of E from (23a), we find 


dWi 




2 ;cos 6) 


gV s m^^^ 

cV^(l “ PcosSy 


or, dividing out c and using = v/c [Eq (236)], 


dWi 


1 sin^g , 

4.T chr^ (1 ~ iSoosOy 


(25) 


If the velocity v is much below that of light, so that is negligible, 
Ave can write this in the form 


dWi 


1 

— ^^sim^aL 
47r 


(26) 


This energy dTTi, lying between two unit areas on the spheres, even- 
tually passes outward across a fixed unit area held so as to coincide 
momentarily with that on the outer sphere. The formula ior dW\ is 
applied to particular problems in different ways. 

(a) Instantaneous Rate of Radiation of Energy , — ^The total rate at 
which energy is passing outward or is being radiated can be found by 
integrating over the outer sphere, whose radius is sensibly equal to r or 
to d. We shall do this for the case of slow motion only. As an ele- 
ment of area on the sphere, take a ring of width r dO and radius r mn 
and h^ce of area 2nr ^sin B dB, u^ng as the axis of this ring the line 
from which B is measured. The value of dWi is uniform over the ling, 
benoe the energy that passes outward across it in time dt is 
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2Trr^sixi d dW ids = dddt 


by Eq. (26) The total energy that passes outward over the whole 
sphere is, therefore, by integration. 


W^‘fo 


sin^d do. 


Now 


J Bin^OdO = J (1 — cos^^)sin^d^ = ' 


cos^ + gCOS®^ 


1 A_4 
J/o -3 

(27) 


Hence, dividing by dt, we have for the energy passing outward over the 
sphere per second 


0 = 


3"^‘ 


(28) 


This may be regarded as the total rate at which the charge q is radiating 
energy at an instant when its acceleration has the value a. It is clear 
from the formula that, according to classical theory^ an accelerated 
charge must necessarily radiate energy 

(6) Stoppage of a Particle — Suppose a particle carrying a charge 
q and moving initially with speed vo is brought to rest without change 
in its direction of motion. In this case it is of interest to consider first 
the total radiation emitted by the charge during the entire stopping 
process, in a particular direction making an angle 0 with the direction 
of motion At a large distance r, the total energy Wi crossing unit 
area of a plane perpendicular to the radius from the particle can be 
got by integrating dWi, as given in (25) or (26), with respect to the 
time The result of the integration will depend upon the manner in 
which the acceleration a varies with the time; for simplicity, let it be 
uniform Then, for the process in question 



Hence, if Vo is small compared with the speed of light c, we have from 
(26) 

w,- J dW, - (29) 

Ia| being the absolute value of the acceleration and equal to —a. 
If, on the other hand, vq/c is not small, we have only to note that 
dt = dv/a = c d/3/a, so that, writing Pq » vo/cj we have during the 
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f _ c n 

J (1 — ficosoy ~ ajg^ (1 — ficosoy 


c 

4a cos 6 


1 


1 

(1 — PoCOSd)* 


By noting that 


1 - (1 - 0 OCOS 0 )* = [!-(!- fiocosey][i + (1 - fioGosey] 

= (2/3oCOsfl — /S|cos^0)(2 — 2;8ocos 0 + |3§cos*0), 

the last expression can be got into a more useful form The result of 
integrating (25) with respect to the time can then be written 

jfr _ 1 ~ M^o<^os0)(l - J3ocos0 + }4/3lcos^0) 

^ 4 x (1 — ; 8 ocos 0 )^ ^ 


The total radiation emitted during the stopping process can then 
he found by integrating Wi in turn over a sphere of radius r. We 
shall do this, however, for the case of slow motion only. As an 
element of area on the sphere, take the same ring as before The 
total energy emitted is thus found to be, from (29), 


or, by ( 27 ), 



PTir^sin&d^ = 


2 c*> Jo 


sm^d dd, 


W = 

3 


(31) 


We note that, the more rapidly the charge is brought to rest the 
larger is the amount of energy radiated. 

(c) Damped Harmonic Oscillator — case of interest in comparison 
with the emission of radiation from atoms is that of a charged body 
bound elastically to an equilibrium position If the body is set into 
vibration, it will gradually lose its energy by radiation because of 
the acceleration experienced at various parts of its path and will 
eventually come to rest It should be remarked again, however, that 
correct results for atomic phenomena can be obtained only from 
quantum theory, results obtained from classical theory constitute at 
best interesting analogies. 

Suppose for simplicity that the motion is one-dimensional. Then, 
if the damping by radiation is small, the displacement x of the body 
from its position of equilibrium will be given approximately by the 
usual equation of simple harmonic motion, 

X = Asin 2 rj^(^ + 5 ), 
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and its energy of vibration will be 

\V = = 27^-mpU^ (32) 

V or 2wvA being its maximum velocity and m its mass The instan- 

taneous rate of loss of energy is given bv Eq (28). In the present 
case the acceleration is 


I = - 4T2pUsin2xKi5 + 5) 


The energy lost during a single period of vibiation, lasting 1/v seconds, 
will be, therefore, 


3 c* Ju 


sin^27rr (/ + 5) dt 




sin^2xv (t + ^) di = 


— rtCos47rr(^ + 5) di = 


2 2 


The average energy lost per second will then be the expression 


obtained in (33) multiplied by v or 




Hence, we can wnte 


for the energy of the oscillator, provided the loss in a single period is 
small, the approximate differential equation 


3 


S ttVV 
3 me® 


by Eq. (32) The solution of this equation is, if TFo is the value oi 
IT at i = 0, 




3 me® 


(35a, 6) 


The energy and amplitude of the vibrating charge thus decrease 
exponentially at a rate proportional to 

36. Electromagnetic Mass. — It was pointed out by J. J. Thomson 
in 1881 that a body should appear to have a larger mass when charged 
than it has when uncharged. The effect is essentially one of self- 
induction; just as the process of starting a current in a wire calls into 
existence a momentary electromotive force opposing the current, so, 
similarly, setting a charge into motion produces, associated with the 
changing magnetic field around it, an electric field that acts on the 
charge so as to oppose its acceleration. 
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Nowadays, however, we prefei to view this phenomenon in terms 
of the electromagnetic momentum m the field This momentum is 
easily calculated m the case of a uniformly charged sphere moving 
slowly (as compared with the speed of light) The electromagnetic 
field ai ound such a sphere is the same as that of a point charge located 
at its center At a point distant r from the center of the sphere, on a 
radius making an angle 6 with the direction of motion, we have a radial 
electric field strength 



q being the total charge on the surface of the sphere in electrostati<‘ 
units, and also a magnetic field whose magnitude, according to Eq 
(20) in Sec 34, is 


Thus Poynting's vector, described in Sec. 30, will he in a plane through 
the line of motion and will be perpendicular to the radius, as shown 
by the arrow marked P in Fig. 7; its magni- 
tude, since E and H are perpendicular, will 
be 

Air Attt^ 

According to the rule stated in Sec. 30, 
therefore, there will be electromagnetic 
momentum in the region surroundmg the 
sphere to the extent of U/c^ per unit volume, 
its direction being that of Poynting^s vector. 

Inside the sphere there is no field and hence 
no momentum 



Fig 7 — Diagram illuh- 
tratmg the calculation of the 
electi omagnetic momentum 
around a moving charged 
sphere S 


Because of the symmetry, however, the component of this momen- 
tum perpendicular to the motion will sum up to zero Thus the 
resultant momentum in the whole field is parallel to the motion, and to 
find it we need sum up components in this direction only The com- 
ponent of momentum parallel to the motion is, per unit volume, 


n 


sin 6 


qh) 


sin^d 


As an element of volume we may take a circular filament whose axis is 
the line of motion of the charge, with a cross section r dBdr and a 
perimeter %irr sin ^ (r sin 0 being its radius), so that its volume is 
27rr®sin 6 dBdr. The component of the momentum has the same value 
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at all points on this ring Then the total electromagnetic momentum 
in the field will be 


M = j j 2Trhin 6 dddr 

-&L 

a being the radius of the sphere, or, from (27), and since j 


M = 

Soc^ 


dr _ I 
a 


This IS the same amount of momentum that the spheie would 
possess, according to the ordinary formula for momentum, if it had a 
mass rriq of magnitude 


rriq 


2_f 


(36) 


for then M = mqV. The sphere will behave dynamically as if it pos- 
sessed a mass m = mo + rriq^ where mo is its ordinary mass. 

The formula just obtained for m^ is correct, however, only for 
mdefimtely slow motion In general, a more complicated formula is 
obtained In case the sphere becomes contracted in the direction of 
motion in the ratio (1 — in accordance with the requirement 

of the theory of relativity (c/. Sec. 61), it can be shown that the 
electromagnetic mass is 

1 

3acVr-^’ 


(37) 



CHAPTER III 


THE PHOTOELECTRIC AND THERMIONIC EFFECTS 

An approach to the outstanding problem of the first quarter of the 
present century, v%z , the nature of radiant energy, is most directly 
made by a study of the photoelectric effect The term “ photoelectric^' 
might be applied with reason to a wide variety of phenomena involving 
the interaction between hght and electricity, such as the change in the 
resistance of selenium under illumination or the rotation of the plane 
of polarization of a beam of light when passing through a medium 
placed in a strong electric field. This term is commonly restricted, 
however, to the discharge of negative electricity from bodies when 
illuminated by light of appropriate wave length. In this chapter, we 
shall give a brief discussion of this effect, emphasizing those features 
which proved especially difficult of explanation in terms of the wave 
theory of light. The discussion of the photoelectric effect naturally 
involves a consideration of the experiments that led to one of the most 
striking advances of the modern period, the discovery of the electron. 
Some of these experiments will be described. 

Incidentally, we shall include a brief discus- 
sion of a closely related phenomenon, that of 
thermionic emission. 

37. Discovery of the Photoelectric Effect. — jd 

The photoelectric effect was discovered by 
Heinrich Hertz, ^ quite accidentally, in 1887. 

While carrying on experiments in which he 
demonstrated the existence of electromagnetic 
waves, he observed that the spark between the 
terminals (Sj Fig 8) of his detecting circuit passed more rapidly 
when those terminals were illuminated by the light from the primary 
spark P than when an opaque screen, or even a piece of plate glass, was 
interposed between P and S. Because the primary spark was known 
to emit ultraviolet light, which would be filtered out by the glass. 
Hertz concluded that the effect was due to ultraviolet light falling on 
the secondary gap — sl conclusion which he confirmed by screening S 
from P and allowing light from another source to fall on S. Further^ 

^Ann. d, Physik, voL 31, p. 983 (1887). 
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he found that the light must fall on the terminals themselves, which, 
for the effect to be observed, must be smooth and clean Heitz 
announced this discovery in a paper entitled An Effect of Ultraviolet 
Light upon the Electric Discharge,” and then returned to his investiga- 
tions of electromagnetic waves. 

Hertzes discovery at once attracted numerous investigators. 
Hallwachs^ found that a freshly polished zinc plate, insulated and 
connected to an electroscope as an indicator, when charged negatively 
and illuminated by ultraviolet light, would lose its charge, but that 
there was no effect if the charge was positive. He concluded that in 
some unknown manner, when the plate was negatively charged and 
illuminated, negatively electrified particles were emitted from it 
He even observed, by using an electrometer instead of an electroscope, 
that a neutral insulated plate, when illuminated, would acquire a small 
positive potential, i e , would lose a negative charge Not only did 

light permit the escape of negative electricity 
from a negatively electrified plate, it even 
caused the expulsion of negative electricity 
from a neutral plate. 

Stoletow^ devised an arrangement, 
shown diagrammatically in Fig 9, for pro- 
ducing a continuous photoelectric current. 
P is a photoelectrically sensitive plate, say 
a polished zinc plate, connected to the 
negative terminal of a battery B of several 
cells. IS a wire grating or gauze connected to the positive terminal of 
the battery through a very sensitive galvanometer or electrometer 0 
When ultraviolet light falls upon P, a continuous current is observed 
in G, indicating that a negative charge is flowing from P to S. No 
current flows if the battery is reversed. 

Elster and GeiteF showed that there is a close relation between 
the contact potential series of metals and the photoelectric effect: 
the more electropositive the metal, the longer the wave length to whicli 
it would respond photoelectrically. The alkali metals, sodium, potas- 
sium, and rubidum, were found to be sensitive even to light of th(i 
visible spectrum. 

38. A Problem. — ^The question then arose as to the mechanism by 
which negative electricity is transferred from the cathode to the 
anode. That the charge is carried by negatively electrified particles 

1 Ann. d. Phymky vol. 33, p 301 (January, 1883). 

^ J. de Physique, vol. 9, p, 436 (1890). 

® Ann. d. Physik, vol 38, pp. 40, 497 (J.889), 
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Fig 9 
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was clearly indicated by experiments of Elster and Geitel, who showed 
that a transverse magnetic field diminishes the photoelectric current 
if the phenomenon takes place m a vacuum. But what are the 
particles'^ 

Negative answers to this question were readily obtained. It was 
early found that the effect persisted even to the highest attainable 
vacuum and was quite independent of the “degree” of the vacuum 
after a certain low pressure had been reached. This seemed to indicate 
that the gas molecules themselves in the region between P and S could 
not be acting as carriers of the charge The suggestion was made that, 
perhaps, under the influence of light, negatively charged particles of 
the cathode became detached and moved to the anode. This sugges- 
tion was rendered untenable by an experiment by P. Lenard/ m which 
a clean platinum wire acted as anode and a sodium amalgam as cathode, 
both being in an atmosphere of hydrogen. The photoelectric current 
was allowed to flow until about 3 X 10“® coulomb had passed through 
the circuit If the carriers of the charge were atoms of sodium, each 
atom could hardly be expected to carry a larger charge than it carries 
m electrolysis. Taking the electrochemical equivalent of sodium as 
0 00024 gram per coulomb, there should have been deposited on the 
platinum wire at least 0 7 X 10""® milligram of sodium, a quantity 
sufficient to be detectable by the well-known flame test. On removing 
the wire from the bulb, however, no trace of sodium could be detected. 

If, then, the photoelectric current is earned neither by molecules of 
the gas surrounding the cathode nor by molecules of the cathode itself, 
what are the carriers? The answer to this question came through 
the convergence of a number of different lines of evidence, which 
finally culminated m the discovery of the electron by J. J. Thomson. 
Before continuing the discussion of the photoelectric effect we shall 
consider some of these other developments.^ 

^ Ann. d. Phystk, vol. 2, p. 359 (1900). 

2 Collectively these developments illustrate many characteristics of the growth 
of modern physios. 

1 A number of seemmgly unrelated Imes of research frequently converge to 
provide an explanation of, or a theory for, a group of phenomena not hitherto 
understood. 

2. The explanation or theory thus evolved is then found to bear directly on 
other branches of physics and often on other sciences. 

3. Thus, the methods of physics are both (1) synthetic and (2) analytic — a 
fortunate efreumstanoe, which makes it posmble for the physicist to comprehend 
physics as a whole in spite of the vast increase, particularly m recent years, of 
factual knowledge. 

4. These discoveries^ of both fact and theory, are the mne qua non of applied 
physios and of much of industry-^withess^ as a single example, the wide use of the 
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39. Electricity in Matter. — certain atomicity of electricity was 
suggested long ago by the laws of electrolysis Faraday found that 
when the same quantity of electricity deposits umvalent ions of 
different kinds, the amounts deposited, as measured by weight, 
are proportional to the tome weights in the chemical sense. By the 
“ionic weight’' is meant the ordinary atomic weight (oxygen = 16) 
if the ion consists of a single atom, or the sum of the atomic weights 
of the atoms composing a compound ion Suppose an amount F ot 
electricity deposits a gram-ion of a certain kind of univalent ion, i e , 
a quantity the mass of which in grams is equal to the ionic weight 
If the ion is monatomic, the mass deposited will be a gram-atom, or a 
number of grams equal to the atomic weight Then the same quantity 
of electricity would suffice to deposit a gram-ion of any other kind ot 
univalent ion This quantity of electricity is an important funda- 
mental constant in chemistry and physics and is called the faraday. 
The best modern value of it is^ 

F = 96,488 coulombs. 

Now the number of ions in a gram-ion, or of atoms in a gram-atom 
(or of molecules in a gram-molecule) is in all cases the same, for, if 
equal numbers be taken of different kinds of ions, the masses will be 
proportional to the ionic weights of the ions. This number, which we 
shall denote by Ao, is an important physical constant. It follows that 
all univalent ions carry the same numerical charge, equal to F/No 
The charge on a univalent ion thus constitutes a natural unit of charge, 
usually denoted by e. Multivalent ions carry multiples of 6, divalent 
ions carry charges of 26, and so on For this natural unit of charge Di 
G Johnstone Stoney proposed in 1891 the name “electron " 

If the number No were known, we could at once calculate e from 
the equation 

F 



various kinds of photo- and thermionic tubes. 

5 This application of science to mdustry very frequently reacts to provide the 
research man with improved tools. Electron tubes, manufactured primarily for 
industrial purposes, are a boon to the physicist m his research laboratory. 

6. In aU these developments, scientists of all nations "collaborate,” the more 
effectively because of the very fact that they are not formally organized, let atom 
dvreded^ but are free as individuals to follow their respective mterests. 

An understanding of these generalizations is essential to an understanding of 
modern physics 

^ Bibgb, Rev, Modem Phya, vol 13, p. 233 (1941). 
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that No was very large, perhaps of the order of 10-®, so that e was of the 
order of 10“*^^ electromagnetic unit. We shall see later that, as a 
matter of fact, Wo is best determined by first measuring e and then 
calculating Wo, as Wo = F/e 

An independent line of thought which likewise suggested the 
presence of defimte electrical charges in matter was the treatment of 
dispersion in developing the electromagnetic theory of light L. 
Lorenz suggested in 1880^ that refractive mediums may contain small 
charged particles which can vibrate with a natural period vo about a 
fixed equilibrium position By assuming one or more sets of such 
particles, with different natural frequencies, it was possible to account 
completely for the phenomena of dispersion But the data on dis- 
persion could not be made to furnish any clue as to the magnitude of 
the charges on these particles, or even as 
to the sign of the charge The first ^ 

evidence on this point from optical phe- 
nomena was furnished by a new effect i , V 

discovered by Zeeman in 1897. I | ^ ^ 

40. The Zeeman Effect. — In 1862, p ^ 

Faraday, looking for a possible effect of a f |<p \^p 

magnetic field upon a light source, placed ' 

a sodium flame between the poles of a Fig lO~Dlag^amm^le'^ep- 
strong electromagnet and examined the D effect a is the original ime; 

lines by a spectroscope. He was unable to -R siiows the three components 

, j. , when viewed at right angles 

detect any change in the appearance of the to the magnetic field, P shows 

lines components when 

viewed narallel to the field. 

Faraday's failure to observe the effect ^ 

that he expected was due to the inadequate resolving power of his appa- 
ratus. For, in 1896, Zeeman,^ repeating Faraday's experiment with the 
improved technique then available, discovered that spectral lines are 
split up into components when the source emitting the lines is placed in a 
very strong magnetic field; furthermore, following a suggestion by H A. 
Lorentz, he found that these components are polarized. The simplest 
case is shown in Fig. 10, where a represents a line before the magnetic 
field is turned on. If the field is turned on and the line viewed at right 
angles (R) to the direction of the field, the line is seen to be triple with 
components h, a', and m. The central line a' has the same wave 
length as the original line a but is plane-polarized with the electric 
vector parallel to the magnetic field H, the direction of polarization 
being indicated by the double arrow above the line. The other two 

iXiOUBNZ, Ann, d, Physth^ voL 11, p. 70 (1880). 

2 Phtl Mag,, vol. 43, p. 226 (1897). 
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components Ir (left, shorter wave length) and tr (right, longei wave 
length) aie plane-polarized with the electric vector perpendicular to 
the magnetic field. 

If the pole pieces of the electromagnet be drilled through longitudi- 
nally so that one may view the source in a direction parallel to the 
magnetic field, only two components lj> and vp are seen, as shown at 
P These two lines have the same respective wave lengths as the 
outside components in the previous case, but they are circularly 
polarized in opposite directions, as shown by the arrows above the lines 
(In this latter case the magnetic field is directed toward the reader ) 

In his original paper announcing his discovery, Zeeman discusses 
uhe phenomenon at first in terms of a mechanical ether, but finally he 
decides in favor of an explanation in terms of the electrical theory of 
matter, which had recently been developed in its complete form by 
Lorentz. It may be worth while to derive here the classical Zeeman- 
Lorentz theory of the effect, in spite of the fact that we now believe 
classical theory not to be applicable to atomic phenomena A simple 
concrete picture is thus obtained which assists the memory, in contrast 
with the abstractness of the wave-mechanical theory Furthermore, a 
motion such as Zeeman supposed to occur in the atom could actually 
be executed by an electron in a vacuum tube. 

In order to have light of a fixed frequency emitted by electrical 
charges, according to classical theory, the charges must vibrate in 
simple harmonic motion. Let there be then, within an atom, a 
particle having a charge of e electromagnetic umts and a mass of m 
grams {e being either positive or negative). When this particle is 
displaced a distance r from its normal position of equilibrium 0, let 
it be acted upon by a restoring force of hr dynes directed toward 0. 
Then the component of the force parallel to any fixed line (e,^., AB in 

Fig 11) will also equal h times the com- 
ponent of the displacement in this direC’* 
tion. Hence, this component of the 
displacement will vary harmonically 
with a period 



Fio. 11 — A particle vibrating har- 
monically in two dimensions 


r = 27r 


^ second,, 


(38) 


according to the ordinary laws of simple harmonic motion. Any 
component perpendicular to AB will do the same but, perhaps, with 
different amplitude and phase. Thus, the general motion of the 
particle will be equivalent to three independent vibrations in mutually 
perpendicular directions, all executed with the same period T. 
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Now suppose the particle is iibrating in a single direction, ha\ 
along the line AB in Fig 11 or AiBi in Fig. 12. Let a naagnetic held 
of strength H oersteds be applied at light angles to the plane of the 
paper and directed away from the readei According to the familiar 
elementary law, the chaige will now experience an additional foice 
at right angles both to the field and to its velocity, hose magnitude 
is 

fn = Hev dynes, 

e being the magnitude of the charge in electromagnetic units and v 
the velocity m centimeters per second. This force will deflect the 
charge sideways If it is a positive chaige and starts from Ai toward 



Fig 12. — Effect of a magnetic field on a charged body vibrating initially with simple 
harmomc motion at right angles to the field 

Bi (Fig. 12), it will arrive at some such, point as starting back 
toward 0, it will be deflected again and arrive at Ai, and so on Thus, 
the field causes the path to rotate slowly, in a plane perpendicular to 
the field. 

The effect of this rotation can be found most easily by first resolving 
the motion into two circular motions about 0. Suppose first that 
there is no magnetic field Then the particle is capable of revolving 
around the circle shown in Fig 12 with a steady speed Do or an angulai 
velocity <ao and period of revolution To given by 

5= = hr, coo = ~ (39a, li) 

Suppose now we imagine a motion in which the particle revolves in this 
manner, and another in which the motion is similar but is counter- 
clockwise, snd add the two resulting displacements due to these two 
motions on the assumption that the particle starts from Bi at the Same 
time in botii. Then components of displa^ment perpwdjculsr to 
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AiBi cancel out, and we have a linear harmonic vibration of peiiod T 
along AiBi 

Now introduce a magnetic field, directed, as before, away from the 
reader in Fig 12 In addition to the elastic force &r, there will then 
be the force Hev] if the particle moves at constant speed around the 
circle in a counterclockwise direction and is positively charged, this 
added foice will be constant and directed toward the center A steady 
circular motion is, therefore, still possible, but the speed must be given 
not by (39a) but by 

mv^ , , rj 

— ' = or + Hev, 
r 

Putting V = ojir, where oji is the new angular velocity, we have, after 
rearranging, 

cof - jy-toi = 

^ m 

for, by Eq. (39&), 6/m = Solving, ^ 

He , I , , 

If the motion is clockwise, instead of counterclockwise, the force 
due to the magnetic field acts in the opposite direction and we find^ 

In all cases of interest, however, He/2m is very small m comparison 
with wo, so that the radicals in these equations may be replaced by wq. 
Hence, if we change to frequencies by writing wo = 2 tvo, “ Sttpi, 
and W 2 = 2 x^ 2 , we have, for a positive charge, 

:= vq + Ml (counterclockwise), (41a) 

Vi = Vo — (clockwise). (416) 

If two such circular motions with slightly different frequencies are 
superposed, it is easily seen that their resultant is a rotating linear 
vibration such as is illustrated in Fig. 12, and that the quantity He/Arm 
gives the rate at which the direction of vibration is caused thus to 
process about the direction of the magnetic field. This effect is known 
as the "Laxmor precession ” However the particle may be vibrating, 

‘ The solution contammg a negative radical is rejected because it makes <ut or mj 
negative, implying rotation in a direction opposite to that assumed. 
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its component of motion perpendicular to the field can be resolved into 
two circular motions of the type described Its component of motion 
parallel to the field, on the other hand, is unaffected and occurs at the 
undisturbed frequency vq. 

The characteristic features of the emitted radiation are easily 
inferred now if we recall that the electric intensity radiated by an 
accelerated charge is directed as nearly oppositely to the acceleration 
as it can be, subject to the condition that it must be perpendicular to 
the direction of propagation of the waves (see Sec. 34). If the emitted 
light IS viewed with a spectroscope in a direction perpendicular to the 
magnetic field, as by an observer at P in Fig. 12, three lines will be seen. 
One, emitted by the component of vibration parallel to the field, will 
have a frequency j^o and will be polarized with the electric vector 
parallel to the apphed magnetic field; the two others, emitted by the 
circular motions, will have frequencies vi and and will be polarized 
with the electric vector perpendicular to the magnetic field. If, on 
the other hand, the light is viewed in a direction parallel to the field, 
only the lines of frequency vi and can be seen [since in Eq. (22) 
sin ^ = 0 for the third component of the vibration]; and they will 
be circularly polarized These features agree exactly with Zeeman’s 
observations. 

For a positive particle, however, the slower rotation occurs in a 
clockwise direction as seen by an observer looking in the direction 
of the field [cf. Eq. (41&)], whereas Zeeman found counterclockwise 
rotation for the line of lower frequency (c/. Fig. 10, P, where the 
magnetic field is assumed to be directed toward the reader and the 
directions of rotation are therefore reversed). He concluded, there- 
fore, that the charge on the radiating particles must be negative. The 
ratio e/m for the particles can be computed from the separation between 
the outer lines. Letting e stand hereafter for the numerical charge on 
a particle, we have from Eqs. (41a,6) 

Av = ^2 — ri == (42a, &) 

2rm m H 

Zeeman’s first observation indicated that e/m must be ^'of the order of 
magnitude of 10^ electromagnetic units.^’ In a later experiment, 
working with much higher resolving power, he found e/m = 1.6 X 10’^, 
as against the modern value of 1.76 X 10^, 

Later experiments, however, have shown the Zeeman effect to be 
much more complicated than Zeeman at first assumed from his obser- 
vations with apparatus of relatively low resolving power. In general, 
many more components are observed than are diown in Fig 10. The 
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simple theory outlined above fails completely to explain these more 
complicated patterns.’^ The quantum theory of the Zeeman effect 
IS discussed in Chap. VIIL 

41. The Discovery of the Electron,. — Previous to 1897, many 
studies had been made of that beautiful phenomenon, the discharge of 
electricity through rarefied gases. Let the discharge from an induction 
coil or an electrostatic machine pass between the negative terminal C 
(cathode) and the positive termdnal A (anode) sealed into a glass tube 
(Fig 13), which is being exhausted through the side tube T. At a 
very low pressure, there appears around the cathode a dark space, 
known as the “Crookes dark space,” which, with further decrease in 
pressure, grows longer {i e., extends farther toward D), until finally it 
reaches the glass walls of the tube The glass is then observed to glow, 
the color, greenish or bluish, depending on the kind of glass of which 
the tube is made If screens pierced with holes Si and S% are intro- 


Si S2 Sj 



Fig. 13. — Tube for electrical discharge at low pressure. 

duced, the glow is confined to a spot on the end of the tube, at D. The 
“something” which, under these conditions, seems to proceed from 
the cathode and to cause the phosphorescence of the glass was early 
called “cathode rays.” In support of this view could be cited the 
usual facts listed in elementary texts of physics. The rays are 
deflected by a magnetic field; they are also deflected by an electrostatic 
field, the spot at D moving upward if a positively charged rod is 
brought up in the position JSa- The concentration of the spot, in line 
with the holes in Si and Si, indicates that something is proceeding 
from C to if the cathode is suitably curved, this something can be 
“focused” upon a piece of platinum foil within the tube, which is 
heated to incandescence if the rays are sufficiently intense. Finally, 
in 1895, Perrin caught the rays in an insulated chamber connected to 
an electroscope and proved that they cany a negative charge. 

Final confirmation of the correctness of the view that cathode rays 
are moving negatively charged particles came from the classical experi- 
ments^ of J. J. Thomson His experiments are so fundamental in the 


^Phii. Mag ,vol 44, p. 293 (October, 1897). 
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lustory of the electrical theory of matter as to warrant descnption 
The highly evacuated glass tube [Fig. 14(a)] contains the cathode 
C and an anode A, which has a small rectangulai' slot in it through 
which the cathode rays may pass 5 is a screen similar to, and 
electrically connected with, A. Cathode rays, accelerated fiom C 
toward A, after passing the slot in A move with unifoim velocity and 
emerge from the slot m S as a small bundle of i octangular cross section, 
which causes a small, fluorescent patch at Pi on the far side of the bulb 
But when a potential difference V is maintained betw^een the parallel 



0 >) 

Fig 14. — (a) Thomson's apparatus for determining the ratio e/m for electrons (6) 
Deflection of an electron by the electrostatic field. 

plates D and E, E being positive, the spot appears at P 2 , having been 
deflected downward by the electrostatic field A pair of Helmholtz 
coils, not shown, whose diameters are equal to the length of the plates 
D and E, are placed, one in front and the other behind the tube, so as 
to produce a magnetic field perpendicular to the plane of the paper, the 
strength of which can be determined from the dimensions of the coils 
and the current through them. If the magnetic field is directed toward 
the reader, the spot Pi is deflected upward 
Two experiments are now performed: 

1. With a given electrostatic field between the plates, the strength 
of the magnetic field is adjusted to such a value as will cause 
the spot to return to the original undeviated position Pi 

2. The magnetic field is then removed and the deflection P 1 P 2 
caused by the electrostatic field alone is measured 

From these two experiments, the ratio e/m may be determined as 
follows. In the first expmment, the electrostatic field has a magnitude 
JSf F/d, if d denotes thS distance between the plates, and it exerts a 
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force Ee upon the charge e. Let both E and e be measured in electro- 
magnetic units. This force is just equal and opposite to the force 
Hev due to the magnetic field, H being the field m oersteds and v the 
velocity ■with ■which the particles emerge from B The velocity is 
constant over the entire path from 5 to Pi because there are no 
longitudinal forces acting on the particle. Hence Hev = Ee and 



(43) 


Thus the first experiment serves to measure the velocity of the particles 
as they emerge from B. In the second expenment, let the distance 
PiPi be measured, from this, the deflection S of the particles as they 
pass over the distance I between the plates P and E can be determined 
[cf Fig 14(6)]. This deflection results from a uniform acceleration 

Ee 

a = — >, 
m ‘ 

acting during a time l/v, hence, by the laws of uniformly accelerated 
motion, 

S = (44) 

2 m\v/ 

All quantities in this equation being known except e/m^ the latter may 
be computed 

Thomson found that the value of e/m determined in this way was 
of the order of 10^ and that 'll was independent of the kind of gas in the 
tube (air, Ha, or CO 2 ) and, likewise, independent of the material of the 
electrodes (Al, Fe, or Ft), A later determination gave 


- = 1 7 X 10^ 

m 

a value almost numerically identical with the value of ej m determined from 
the Zeeman effect for the particles taking part in light emission, (The 
modern value is 1.76 X ) This value of e/m is very much laiger 
than the value of e/m for hydrogen atoms in electrolysis. Its great 
magmtude might result either from a large value of c or a small value 
of m or both. It became a matter of much importance, therefore, 
to determine the charge e carried by these particles. 

Now it seemed almost certain that the charge on the cathode 
particles must be of the same order as the charges on gaseous 10 ns such 
as are produced in a gas by X-rays The study of such ions had 
begun just a few years before Thomson's work To measure their 
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charges, Townsend, working in Thomson's laboratory, utilized the 
clouds that form about the ions in saturated air. By observing the 
rate of fall of the cloud and applying Stokes^ law for the free fall of 
spheres through a viscous medium, he was able to determine the size 
of the droplets; from a measurement of the total amount of water 
in the cloud, he could then calculate the number of droplets it had 
contained. He assumed that each droplet contained just 1 ion; hence, 
having measured also the total charge on the cloud, he was able to 
calculate the charge on a single ion. For this charge he obtained a 
value of about 3 X 10“^° electrostatic unit. A repetition of the 
measurements with some modifications by Thomson gave the value 
6 5 X electrostatic unit ^ 

Thomson assumed that the charge on the gaseous ions was the same 
as that on his cathode particles. It followed, then, that the cathode 
particles must be previously unknown particles of extremely small 
mass, which he called “corpuscles’^ or “primordial atoms’^ For 
many years English writers stuck to the name “corpuscle” for these 
particles, using the word “electron” in Stoney’s original sense to 
denote the amount of charge carried by a corpuscle or a univalent ion; 
but others, including Lorentz, called the corpuscles themselves “elec- 
trons,” and this usage ultimately became well estabhshed. It was 
generally assumed that electrons are a constituent part of all atoms 
and are responsible for the emission of light by them, thus accounting 
for the fact that the ratio ejm had been found to be the same for the 
vibrating particles causing the Zeeman effect as for the cathode rays. 
Thus was made possible the explanation of a number of more or less 
diverse phenomena on the basis of a single concept. 

42. Electronic Magnitudes. — k. much more reliable method of 
measuring ionic charges was developed by Millikan in 1909. He 
found that tiny droplets of oil in ionized air, viewed with a microscope, 
would frequently pick up charges and could then be held suspended, or 
accelerated upward or downward, by applying a suitable electric field. 
When uncharged, the droplets fall at a slow umform rate, their weight 
being balanced by the drag due to the viscosity of the surrounding air. 
By observing their rate of fail, Milhkan was able to determine the size 
and weight of the droplets According to Stokes’ law, a sphere of 
radius a moving at a steady slow speed v through a fluid whose coeffi- 
cient of viscosity is 17 experiences a resisting force 

F = (45) 

1 For a» good acoouat of work on the electronic charge see Milhkan, ^'Electrons 
(H- and — ), Ptotons, Photons, Neutrons, and Cosmic Hays,’^ 1935. 
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If we equate this force to the weight of a droplet, which is ^^Tra^pg in 
terms of the density p of the oil, we have 

j^'^Tra^pg = Ginfavo. (46) 

Now suppose the drop picks up a ehaige of e units and that a vertical 
electric field E is present, e and E both being measured in electi ostatic 
units. Then a force eE is added to the weight and instead of (46) 'we 
have 

fiira^pg + CjE = dTTTjavi, 

Vi being the new velocity of steady fall. From these equations we find 

eE — 6Trja{vi — vo ) ; 

and, inserting in this equation the value of a given by (46) and solving 
for c, we find 

e = &irvHvi-Vo)(^^ (47) 


All quantities in this last expression being known, e can be calculated. 

Millikan found that the charges so calculated from his observations 
were all multiples of a smallest charge. The latter he assumed to be 
the charge on the electron, an assumption which is difficult to test 
directly but seems to be well supported by indirect evidence. For the 
electronic charge he found e = 4 774 X electrostatic unit. 

This latter value of e was accepted for many years. Its accuracy 
was first called into question by Backlin,i who, from values of X-ray 
wave lengths measured with a ruled grating found e = 4.793 X 10~“ 
e s.u , a value 0.4 percent higher than that reported by Millikan. It 
now appears that the discrepancy was due to Millikan’s having used too 
low a value of the viscosity of air, which appears as in Eq. (47) above 
Recent measurements give a value of ij about 0.5 percent higher than 
MUlikan’s,* and this higher value leads to an “oil-drop value” of e of 
(4 8036 + 0.0048) X 10~” e.s u. Dunnington concludes that the best 
“ruled-grating” value of eis (4.8025 ± 0.0004) X 10~^®e.s.u. The best 
modern value of the ratio e/m, which has been measured recently by dif- 
ferent methods with high precision, appears to be® 1.7592 X 10^. From 
e and e/m, the value of the electronic mass m can then be calculated.^ 

We thus obtain for these three important constants and for No, 

1 Backun, E , “Absolute Wellenbestimmungeia dw Rontgenstrahlen,” Disser- 
tation, TJpsala, 1928. 

® Cf Dunninotok, Rev. Modem Phys., vol. 11, p. 71 (1939). 

> Cf. Biege, Phya. Rev., vol 13, p. 233 (1941); Duitoikgton, he. cii. 

* This value of m is the so-called “rest mass” of the electron, z e , its mass when 
at rest or when moving with velocities negbgibly small compared with the velocity 
of light. See Sec. 63. 
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representing Avogadro’s number or the number ot atoms in a gram- 
atom, calculated as F/e where F is the value of the faraday (Sec, 39) 

6= 4 803 X 10'^° electrostatic unit, 

6 

— = 1.7592 X 10^ electromagnetic units, 

m = 0.9107 X 10““^^ gram, 

Ao = 6 023 X 10^^. 

It is often of interest, also, to know how the electron compares in 
mass with a hydrogen atom. The faraday, mentioned m Sec 39, 
represents the charge carried by 1 gram-atom or 1.0081 grams of 
hydrogen; its value is 9,648.8 electromagnetic units Thus for a 
hydrogen atom of mass Muy which carries the same charge as the 
electron when ionized, c/Me — 9,648.8/1 0081 or 

= 9 571 X 10^ electromagnetic umts. 

IVl H 

Dividing this number into the value of e/m for the electron, we have, 
e canceling, 

— = 1,837 
m ’ 

as the ratio of the two masses (Actually, the number obtained is 1,838, 
but 1,837 is probably more nearly correct; see Sec 97 ) 

43. Photoelectrons. — The discovery of the electron at once sug- 
gested the hypothesis that the photoelectric effect is due to the libera- 
tion, from the illuminated metal plate, of electrons which, under the 
influence of the electric field, pass from cathode to anode, thereby 
causing the photoelectric current. This hypothesis was confirmed by 
Lenard,^ who showed that the photoelectric discharge is deflected in 
a magnetic field exactly as are cathode rays. By measuring the 
deflection of the '^photoelectric rays'^ in a known magnetic field, he 
found a value of e/m of (about) 1.2 X lO"^, in qualitative agreement 
with Thomson's value of e/m for electrons.^ 

Lenard^s method, of determimng e/m for photoelectrons involves 
basic principles which, with ever increasing refinement, have been 
widely applied in "charged-particle ” physics. His apparatus is shown 
diagrammatically in Fig. 15. A glass tube, which could be exhausted 
to the highest attainable vacuum through the side tube T, contained 
an aluminum cathode C, which could be illuminated by ultraviolet light 
from a spark B, the light passing through the quartz plate Q. The 
1 Ann. d Fhysikj voL 2, p. 359 (1900), 

* Later, Alberti [kww d. Phyuh^ vol. 39, p 1138 (1912)] found for photoelectrons 
e/m p® 1.765 X 10^ e.in,u. grain^^ 
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cathode C could be charged to any potential, positive or negative. A 
screen A, with a small hole at its center and connected to earth, served 
as anode Pi and P 2 were small metal electrodes connected to elec- 
trometers. When C was illuminated and charged to a negative poten- 
tial of several volts, photoelectrons were liberated and accelerated 
toward the anode A. A few electrons passed through the hole in the 
center of A and proceeded thereafter at uniform velocity to the elec- 



Fig 15 — ^Lenard’s apparatus for determining the ratio e/m for photoelectrons 

trode Pi, their reception there being indicated by the electrometer 1 
But if, by means of a pair of Helmholtz coils (represented by the dotted 
circle), a magnetic field directed toward the reader was produced in the 
region between A and Pi, the electrons were deflected upward in a 
circular path and, with a sufficient field strength, struck the electrode 
P2. 


I 



Fig 16. — Variation of photoelectric current with cathode potential 

Lenard first investigated the relation between the current reaching 
the anode and the potential V applied to C, A being assumed to be 
always at zero potential There was no photoelectric current when V 
was several volts positive. But, when V was dropped to about 2 volts 
'positive, a small current was observed. This indicated that the 
photoelectrons were not simply /reed from the cathode but that some of 
them at least 'were ejected with sufficient velocity to enable them to over- 
come the retarding potential of 2 volts. The current increased when V 
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was reduced to zero and increased still more rapidly as V was made 
negative but attained a saturation'' value after V had reached some 
15 or 20 volts negative. These data are shown diagrammatically 
in Fig 16. I is the photoelectric current and 7o is the positive poten- 
tial that was required to prevent the escape of electrons. 

The determination of e/m was made essentially as follows. Let a 
negative potential V, large compared with Vo, be applied to the cathode 
C, all potentials being in electromagnetic umts. The photoelectron, on 
reaching the anode, will have a kinetic energy given approximately by 

Ve = 3^2 

where m and e are the mass and the charge in electromagnetic units of 
the electron, respectively, and v is its velocity on reaching A (Fig. 15) 
Assuming that after leaving A the electron moves in a uniform mag- 
netic field, the circular path that it follows is determined by the 
equation 


where H is the strength of the magnetic field just necessary to cause the 
electron to reach P 2 , and R is the radius of the corresponding circular 
path, determined from the geometry of the apparatus. From the last 
two equations we have 

m 

from which e/m may be computed 

44. Relation between Photoelectric Current and Intensity of 
Illumination of the Cathode. — The experiments of Elster and Geitel, 
Lenard, and Ladenburg seemed to show that, as long as there is no 
change in the spectral quality of the light causing the emission of 
electrons, the photoelectric current is directly proportional to the 
intensity of illumination on the emitting surface Subsequent experi- 
ments^ confirmed the law of proportionality and showed that it holds 
rigorously over a very wide range^ of intensities — in the experiments 
of Elster and Geitel, over a range of 50,000,000 to 1. This law of 
proportionality was, therefore, well established, and it is one of the 
most important laws of the photoelectric effect 

46. Energy Distribution of Photoelectrons. — In his experiments, 
Lenard showed, by observing the retarding potential against which 
these electrons could move, that for a given emitter their kinetic 

^ RiChtmyeb, Phys Rev , vol 29, pp. 71, 404 (1909) 

2 Elster and Geitel, Phys Zetts , vol 14, p 741 (1913), vol 15, p 610 (1914), 
vol. 17, p 268 (1916), Ktoz and Stebbins, Phys, Rev,, vol, 7, p. 62 (1916). 
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energy' did not exceed a definite maximuiQ., given by where Vq 
IS the maximum retarding potential for which a photoelectric current 
was observed and e is the electronic charge. From Lenard^s time 
to the present, this question of the energy of photoelectrons has been 
the subject of many investigations 

We mention the experiments of Richardson and Compton/ who, by 
introducing important corrections and techmques, cleared up a number 
of previous discrepancies and gave impetus to the quantitative veri- 
fication of Einstein’s photoelectric equation (see next section). The 
apparatus used by Richardson and Compton is sketched m Fig 17 
The photoelectric emitter C, a strip 1X5 mm. of the metal undei 

investigation, was placed at the center of 
a spherical glass bulb B some 7 5 cm in 
diameter and silvered on its inner surface 
The emitter C could be charged to any 
desired potential, read by voltmeter V 
The bulb could be evacuated through the 
side tube jP. Monochromatic light L 
passed through the quartz window W and 
fell on (7. The silver coating on the inside 
of B, serving as anode Ay was con- 
nected to the electrometer Q by which 
the photoelectric current was measured. 

The large spherical anode, with the small emitter at its center, 
served two important purposes. First, since the electric field around C 
was nearly radial, it was possible to measure the energy distribution 
of the photoelectrons irrespective of direction of emission and thus to 
determine what has come to be known as the ^Hotal energy,” in 
contradistmction to the '^normal energy,” which is measured when 
cathode and anode are a pair of parallel plates, as m Fig. 9. Second, 
the impact of the photoelectrons on the anode caused the diffuse 
emission from the latter of a certain number of secondary electrons 
In the case of parallel plates, a considerable proportion of these return 
to the cathode, and the observed current is, therefore, not the true 
photoelectric current. Only a few of these secondaries, however, reach 
the small cathode C at the center of the large anode, and the error in the 
observed current is negligible. Richardson and Compton made care- 
ful correction for the contact difference of potential between the 
cathode C and the silver anode, an important correction, for the 
maximum retarding potentials — 1 or 2 volts — were of the same order 
of magnitude as the contact potentials. 

1 Richardson and Compton, Phd. Mag , vol. 24, p 576 (1912) 



Fig 17 — Apparatus of 
Richardson and Compton for 
observations on the energy of 
photoelectrons 



SFr 451 ENERGY DISTRIBUTION OF PHOTOELECTRONS 


89 



The relation between photoelectric current and retarding potential 
obtained by Richardson and Compton is shown for aluminum as 
emitter in Fig 18. When the alumi- 
num surface was illuminated by ultra- 
violet hght of constant intensity and of 
wave length 0.000020 cm , no photo- 
electric current was observed when the 
potential of C was greater than 2.3 
volts — Fs, curve 5. As the retarding 
potential decreased from this value to 
zero, the current rose to a maximum 
Im, beyond which there was no increase 
for negative potentials on the cathode. 

For longer wave lengths, similar 
curves — 4, 3, 2,1 — were obtained, but 
with the important difference’^ that the 
critical retarding potentials — F4, F3, 

F2, Fi — became progressively less as 
the wave length increased. Curves of 
the same shape were obtained for 
other intensities of illumination, the 
current increasing in all cases in propor- 
tion to the intensity of the hght potential. 

These observations are readily interpreted on the assumption that, 
for a given emitter, light of wave length \ causes the emission of photo- 
electrons with initial velocities v varying from zero up to a maximum 


2 1 0 
Retarding potential on C, volts 


Curve 

Wave 

length, 

cm. 

Critical 

potential, 

volts 


0 0000313 

Vi = 0 90 


0 0000275 

Fs = 1 30 

(3) 

0 0000254 

Fs = 1 50 

W 

0 000023 

F4 « 1 90 

(5) 

0 000020 

Ffi = 2 30 


Fig 

electric 


18 — Variation 
current with 


of photo- 
retarding 



Fig 19 — Typical variation of photoelectric current with retarding potential 

Vm determined by X The typical variation of photoelectric current 
with retarding potential F is shown again in Fig 19. Since no 

1 The intensity of these sevwal monochromatic beams was adjusted i© give the 
same value of Xm in each case 
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photoelectric current was observed for retarding potentials greater 
than Vo, Vm is at once given by 

Voe = Hmvl, 

e being the numerical electronic charge. When the potential V applied 
to the emitter is zero or negative, all electrons freed by the light reach 
the anode and the photoelectric current has its maximum value 1^. 
When 7o > 7 > 0, only those electrons will reach the anode for which 

}^mv^ > Ve 


Let the photoelectric currents be and 1 2 when the potentials are 
7i and 72, respectively. Then (h — Ii)/e 
photoelectrons per second leave the emitter with 
velocities between Vi and V 2 defined by 



V,e - }imvl = El, 

El and 
energies 


72 ^ = Mmvl = E 2 , 


Fig. 20 — Distribu- 
tion of photoelectrons 
as to energy 


J ?2 being the corresponding kinetic 
Thus the slope of the curve in Fig 19 
at any point is proportional to the number of 
photoelectrons possessing energy £ corresponding 
to the value of 7 at that point. A curve plotted 
between these slopes and 7 is the energy distribution curve for photo- 
electrons; its general form is shown in Fig 20. 

46. Relation between the Velocities of Photoelectrons and the 
Frequency of the Light. — very simple linear relation has been found to 
exist between the maximum energy of photoelectrons and the frequency 
V of the light that causes their emission As 

was shown by Millikan, if a curve is plotted 
between 7oe and v, a straight line results 
which has an intercept vq on the frequency 
axis (Fig. 21). The experimental meaning 
of this intercept is that light of frequency 
less than vq cannot cause the emission of 
photoelectrons from the metal concerned. 

The quantity vo is characteristic of the 
emitting electrode, but the slope of the 
curve is the same for all electrodes. The 
equation of the curve may be written 



^ Freijuenc^j, 7> 

Fig 21 — Variation of 
maximum energy of photo- 
electrons with frequency of 
the exciting radiation 


y«e = = h{v — V(^ = hv — hvo 


= hv — 0 ) 0 , 


or 


(48) 
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where h is the slope of the curve and wo is written for hvo- If, in Fig 21 
and Eq. (48), the ordinates are expressed in ergs and the abscissas in 
frequencies (sec the numerical value of A, as found by Millikan, is 
6 56 X 10“^^ erg sec. (A better value is 6 61 X 10'“^’^ ) This constant 
A, called '‘Planck's constant" for reasons which will appear in Chap V, 
is one of the fundamental constants of nature and has played an 
extraordinary part m modern physics. The product hv %s called a 
quantum of energy corresponding to light of frequency v. 

Equation (48) has had an interesting history and is one of the 
most fundamental equations, or laws, of modern physics. It was first 
proposed on theoretical grounds by Einstein, in 1905, as a result of the 
extension to the photoelectric process of the concept, previously 
developed by Planck (see Chap. V), that interchanges of energy 
between radiation and matter take place in energy quanta hv, where v 
is the frequency of the radiation absorbed or emitted and A is a con- 
stant Einstein arrived at the equation^ by assuming that the whole 
quantum hv of radiant energy was absorbed by an electron but that a 
part 0)0 of it was expended by the electron in escaping from the emitter. 
He had at his disposal only qualitative data to show that his equation 
gave results of at least the right order of magnitude. The equation 
received final and complete experimental verification as a result of the 
precise experiments of Millikan.^ Subsequent work extended the 
validity of the equation to the X-ray region, where frequencies are 
involved that are several thousand times the frequencies of visible light. 
Einstein's photoelectric equation played an enormous part in the 
development of the modern quantum theory. But in spite of its 
generality and of the many successful applications that have been 
made of it in recent theories in physics, the equation is, as we shall 
see presently, based on a concept of radiation — the concept of "light 
quanta" — completely at variance with the most fundamental pos- 
tulates and conclusions of the classical electromagnetic theory of 
radiation. 

47. Other Properties of Photoelectric Emission. — It is not our 
purpose to give a complete account of the properties of the photo- 
electric effect, but a few other features of interest may be mentioned 
in passing. 

The critical or "threshold" frequency vq has been found to vary 
considerably with the state of the surface, as does the photoelectric 
current in general. Usually vq lies in the ultraviolet, but for the 
alkali metals and for barium and strontium it hes in the visible region; 

1 Einstein, Ann, d, Phystk, vol 17, p 132 (1905). 

2 MiLniKAN, Phys, Rev,, voL 7, p. 355 (1916). 
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for potassium po lies m the red, and for cesium even in the infrared. 
Photoelectric cells used for the measurement of light commonly 
contain either an alkali metal or barium. 

Variation of temperature usually has little or no effect upon the 
photoelectric current, so long as the temperature does not exceed 
several hundred degrees centigrade and so long as no change occurs 
m the crystal structure or in the physical state of the metal. The 
alkalis, however, form an exception to this rule 

If polartzed light is used, differences are commonly found as the 
plane of polarization is rotated, except, of course, at normal incidence. 
The effect is complicated, and its cause is in doubt. Especially 
interesting is the selective effect^’ in the alkali metals. Over certain 
ranges of wave length, the photoelectric current from these metals is 
much greater when the electric vector in the light has a component 
perpendicular to the surface than when it is parallel to the surface, 
in the case of certain sodium-potassium alloys, the ratio of the currents 
in the two cases may be 10.1 or 20:1 or even more. 

For further discussion of the photoelectric effect the student is 
referred to the treatise of Hughes and DuBridge.^ 

We shall return here to those fundamental problems presented 
by the photoelectric effect which have a bearing on quantum theory. 

48. Source of the Photoelectric Energy, — ^Whence comes the energy 
which the photoelectrons are observed to carry away from the surface 
of the emitter? Does it come from energy previously stored in the 
atom, or by direct absorption from the incident light? And, in the 
latter case, what is the mechanism by which the energy is absorbed? 

The experimental facts are such as to suggest that the energy is 
obtained from the incident light. This presumption is strongly sup- 
ported by the fact that (1) the photoelectric emission varies in strict 
proportion to the intensity of the light and (2), where the frequency 
of the light is given an increment Av, the maximum kinetic energy of 
the photoelectrons is increased by an amount hAv that is independent 
of the nature of the emitting substance. But how can we picture a 
mechanism for the absorption of the radiant energy that will function 
in accordance with these facts, and also in such a way that (3) the 
maximum kinetic energy of the photoelectrons is rigorously independent 
of the intensity of the light? 

The difficulties in the way of postulating such a mechamsm on the 
basis of the classical wave theory of light can best be shown by some 
numerical data. 

^ Hughes, A L , and L A. DuBridgb, ^‘Photoelectric Phenomena,” 1932. 
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A photoelectric current of 1 X e.m.u. per square centimeter 
IS easily obtained from a sodium surface %n vaaiio with very moderate 
intensity of illumination This current corresponds to the emission 
of about 6 25 X 10^ electrons per square centimeter per second. These 
electrons come from the surface layers of atoms. We can easily 
compute the order of magnitude of the number of atoms involved 
Calling Avogadro^s number Ao, the atomic weight of the emitter A, and 
its density 8, the number of atoms per unit volume n is given by 


JVo = 6 02 X 10^®; and, for sodium, A = 23.0 and 8 = 0.97 gram per 
cubic centimeter Therefore, = 25 4 X 10^^ atoms per cubic 
centimeter. Assuming the atoms m a centimeter cube of sodium 
to be arranged in regular rows, columns, and layers,^ we find that 
there are -^25 4 X 10^^ = 2 94 X lO*^ atoms along each edge, oi 
(2 94 X 10^^ = 8 64 X lO’^^ atoms in a layer 1 cm Mn area and 1 atom 
deep. Assuming, for the sake of illustration, that the photoelectrons 
are supplied by, say, the first 10 layers of atoms, we find that 

8 64 X 10^^ atoms 


furnish, under the conditions of illumination above mentioned, 
6,25 X 10^ electrons per second. That is, 1 atom in 


8 64 X 10^5 
6 25 X 10^ 


- 1 38 X 10^ 


on the average, furnishes 1 photoelectron per second. But what is it 
that determines which one of these hundred million atoms shall 
furnish an electron in any particular second? According to the wave 
theory of light, radiant energy should be distributed continuously and 
uniformly over the wave front. The atoms are presumably all alike. 
On the basis of the classical theory of radiation^ we are unable to put 
forward any reasonable hypothesis that should result in singling out the 
one atom in a hundred million. 

Furthermore, it is hard to understand how the energy that is 
actually carried off by a photoelectron comes to be concentrated in 
one spot. For example, an illumination of 0.1 meter-candle, or per- 
haps 10 ergs per cm ^ per sec , produces an easily measurable photo- 
electric current from sodium Not over 0 05 erg of this, however, 
faUs within the spectral range that is effective for sodium, which is 

^The crystal structxirc of sodium is m r^Iity a body-centered cube. See 
'Tutomatioual Critioal Tables, '' voL I, p 340. 
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sensitive only in the blue and near-ultraviolet part of the spectrum 
Furthermore, sodium has a high reflecting power, and only absorbed 
light can possibly be used in expelling electrons We conclude that 
not over 0.001 erg per cm * per sec. is available for the photoelectric 
process 

According to the electromagnetic theory, this absorbed energy 
should be equally distributed among the 8.6 X lO^® atoms which 
form the (10, arbitrarily assumed) surface layers, so that there is 
1.1 X 10-^® erg per sec for each atom Now a quantum of violet light 
corresponding to X = 0.00004 cm. is 

hv = Q 61 X 10-®^ X 0.75 X 10^® = 5 X 10-'® erg 

Thus, if an atom can absorb only the energy that falls on it (so to 
speak), the number of seconds required for it to obtain enough energy 
to expel a photoelectron is 

n^ ~ ' ?0 ^ - 4 5 X 10'' seconds. 

This is over 500 days' 

This calculation may not be quite correct, however. Theoretically , 
it can be shown that an electron vibrating in resonance with the 
light can absorb as much energy as falls on a considerable fraction of a 
square wave length There are difficulties about assuming photo- 
electnc emission to be a resonance phenomenon, however; and it is 
hard to see why there should be a resonator actively absorbing in one 
atom while all of the neighbonng atoms are quiescent. If, however, we 
brush aside these objections, we may conclude that, in the present 
case, an atom might possibly absorb the energy falhng on IQ-i® cm 
or 10“^® X 10“® = 10“^® erg per sec. The time required to absorb a 
quantum would then be only 5 X lQr^^/16r^^ = 50 seconds. Even 
this, however, is too long a time to agree with experiment No time 
lag has ever been observed between the beginning of illumination 
and the starting of the photoelectric current; precise measurements 
have shown that, if there is such a time lag, it is less than 3 billionths 
of a second! 

The classical electromagnetic theory of light thus encounters 
enormous difficulties in attempting to explain the observed facts in 
regard to photoelectnc emission. 

49. The Photoelectric Effect and the Corpuscular Theory of Light. 
If we could return to the corpuscular theory and regard light as a rain 
of “corpuscles” or quanta of energy, all of the difficulties raised in the 
precedmg section would disappear If we could assume (a) that each 
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quantum, or, in modern terms, “photon,'^ possesses energy hv and (6) 
that a collision between a photon and an atom may result in the 
absorption of the whole photon and the emission of a photoelectron 
with the initial energy hv, we could at once explain why only one atom 
in many milhons expels an electron m any particular second and also 
why there is no time lag in the photoelectric process. 

Such a theory would predict, also, that the photoelectric current 
should be proportional to light intensity, i,e , to the number of photons 
striking, as is experimentally observed. Furthermore, we should have 
a ready explanation of the observed fact that the initial velocity of 
the photoelectrons expelled by monochromatic light is independent 
of the intensity of the light; for each photon would act independently 
upon the emitting substance. 

The diflBculties with such a radical theory of light, however, are 
many. For one thing, if we regard light as a ^'shower” of photons, 
what can possibly be the meaning of frequency^ There is nothing 
periodic about a falling raindrop, for example As a matter of fact, in 
order to find the frequency of a beam of light, we measure (a) the 
velocity c of the light and (&) its wave length X on the assumption that 
light consists of waves, and then we compute the frequency as 

c 

"“x 

Thus we have to rely on the wave theory of light to give us the energy value 
hv of a photon! And there still remains the phenomenon of inter- 
ference, which, since its discovery by Young in 1802, has defied 
explanation on any other basis than by assuming hght to be a wave 
phenomenon. However, the experimental facts of photoelectricity 
are equally as cogent as the phenomena of interference, and these 
cannot be explained on the basis of the classical wave theory of light 

Thus in 1920, say, the physicist could sum up the situation about 
like this- On one side of a seemingly impenetrable barner, or fence, is 
to be found a group of phenomena — such as interference, polarization, 
smaller velocity of light in optically denser bodies, indeed, the whole 
electromagnetic theory and its ramifications — according to which we 
should say, without the slightest doubt, that light must consist of waves. 
On the other side of the fence is to be foimd another group — the photo- 
electric effect, and other phenomena which we shall consider in sub- 
sequent chapters — according to which we should say, again without 
the slightest hesitation, if we did not know what was on the first side 
of the fence, that light must be corpuscular. The situation thus 
created was perhaps the most puzzling one that has ever arisen in the 
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whole history of physics. We cannot resolve the mystery at this 
point. We shall return to the question after we have become familiar 
with the quantum theory of atomic structure and of spectra. 

The remainder of the present chapter wdll be devoted to another 
aspect of the photoelectric problem, and to a different but related 
phenomenon involving electrons. Granted that the photoelectrons 
receive their energy in some manner from the incident light, do these 
electrons come out of the atoms, or do they come from among the 
so-called ^'free'' electrons in the metal? Before attempting to answer 
this question, we shall discuss the spontaneous emission of electrons 
from hot bodies. 

60. Thermionic Emission. — It has been known for 200 years that 
air in the neighborhood of hot solids has the power of conducting 
electricity. In a systematic investigation begun about 1880, Elster 
and Geitel showed that, in general, at a red heat, charged bodies lose a 
positive charge more readily than they do a negative one, whereas at a 
white heat a negative charge is more readily conducted away , a few 
substances, however, lose a negative charge most readily at all tem- 
peratures. About the same time, Edison noticed that a current can 
flow in an evacuated bulb from a glowing carbon filament to another 
filament when the hot filament is charged negatively but not when it 
IS positive 

The ions that carry the electricity in such cases were studied by 
McClelland and by J. J. Thomson. In 1899, Thomson measured 
e/rriy the ratio of charge to mass, for the negative ions, using the method 
described in Sec 41 . He found this ratio to have about the same large 
value as for cathode rays and concluded that these negative ions were 
electrons. Later he showed that, for the positive ions, e/ m was in all 
cases of the same order of magnitude as for electrolytic ions and con- 
cluded that the positive ions were positively charged atoms or molecules. 

This emission of electrons from hot bodies furnishes the basis 
for the thermionic vacuum tubes that have come into such wide use. 
No general treatment of thermionic emission will be attempted here^; 
we shall discuss only a few aspects of the phenomenon that are impor- 
tant in connection with the theory of the emission of electrons from 
conductors. 

The thermionic current from a given emitter is found to increase 
very rapidly with mcreasing temperature. It depends also upon 
geometrical factors, which determine space-charge effects, and upon 
the potential of the emitter relative to its surroundings. From a given 
emitter operating at a given temperature, however, the thermionic 

^ C/. Reimann, a L , Thermionic Emission,” 1934 
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current cannot be made to exceed a certain limiting value. Special 
interest attaches to this maximum possible thermionic current. Let I 
denote the maximum current obtainable per square centimeter of the 
surface from a given emitter operating at absolute temperature T. By 
means of thermodynamic reasoning, it can be shown that I should vary 
with temperature, approximately, at least, according to Richardson’s 
equation 

-if 

I ^ AT^e (49) 

The proof is rather elaborate and will not be given here;^ the equation 
itself can be understood without going through its deduction. The 
Napierian base of logarithms is denoted here by e to distinguish it 
from the numerical electronic charge e; ifc is the Boltzmann constant 
(1.381 X 10“^® erg per degree centigrade), and <p and A are constants 
depending on the emitting substance and on the state of its surface 

The Richardson equation, as stated in (49) above, is found to 
represent the experimental facts very well. The variation of the 
exponential factor in the equation is so rapid, however, that it is not 
possible to tell whether the factor 7^ is really correct. An argument 
from quantum theory indicates that the constant A ought, perhaps, to 
be a universal constant, equal to 60 amperes per square centimeter for 
all substances; but experimentally it is found to vary over a consider- 
able range from one substance to another. 

The quantity ecp in the Richardson equation represents an energy. 
For this reason, known as the ^^work function,’^ is commonly 
measured in volts, representing the change of potential through which 
the electron must pass in order to gain or lose e(p ergs of energy. In the 
theoretical derivation of the equation, e<p enters as representing the 
^^heat of emission of the thermions at the absolute zero of tem- 
perature, or, in other words, it is the amount of energy required to 
extract a thermion at that temperature The value of <p can be 
calculated from observations of I by plotting log (J/T^) against 1/T; 
according to Richardson^s equation 

log ^2 = logA - 

so that a straight line is obtained whose slope is — Values of 

(p so obtained, when converted into volts, range from 2 to 6 volts for 
various metals. 

^ See Riohabdson, C. W , “Electron Theory of Matter,'' Chap. XVIII, 191^; 
Rbimann, he . cd . 
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61. Relation between Thermionic and Photoelectric Constants. — It 

is obvious that the photoelectric effect and the thermionic emission of 
electrons are in some respects similar phenomena They seem to differ 
mainly in the manner in which the electron is given the additional 
energy to enable it to escape through the surface of the emitter against 
the potential barrier. In the thermionic case, the electron acquires 
this energy from the thermal agitation incident to the high temperature 
of the emitter, in the photoelectric case, by the absorption of light. 
In the case of thermionic emission, it is natural to suppose that the heat 
of emission e<p represents work done by the electron in escaping from 
the emitter, just as the larger part of the heat of evaporation of a 
liquid represents work done by the evaporating molecules against the 
attraction of the molecules left behind in the liquid If that is so, ecp 
ought to be the same as the quantity wo or hvo in the Einstein photo- 
electric equation, which was assumed to represent work done by the 
photoelectron Thus, the thermionic work function ought to be related 
to the photoelectric threshold, the vq of Fig 21, by the equation 


Wo hvo 



(50) 


(p and e being measured here in a consistent set of absolute units. 
Since (p and vo can both be determined experimentally, a check of 
this relationship is possible 

It has not been easy to eliminate the many spurious disturb- 
ances inherent in both photoelectric and thermionic research But 
reasonably comparable measurements have been made on several 
metals with results^ as follows. 


Metal 

hvo/Cf 

volts 

<P7 

volts 

Platinum 

6 30 

6 27 

Rhodium 

4 57 

4 58 

Tantalum 

4 05 

4 07 

Tungsten 

4 58 

4 52 

Palladium 

4 96 

4 99 

Silver 

4 73 

4 08 

Gold 

4 82 

4 42 


The agreement between the values of the work function determined 
photoelectrically and those determined thermionically seems good 
enough to warrant the hypothesis that the photoelectrons and the 
thermionic electrons have a common origin. 

^ Quoted from Hughes and DuBkidge, he , oit 
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62. Velocities of Emission of Thermions. — The velocities with 
which thermions are emitted from the surface of the emitter can be 
measured in the same way m w^hich the velocities of photoelectrons 
are measured (Sec 45). The velocities of the thermions are found 
to be veiy much smaller than those of photoelectrons and to be dis- 
tributed accordmg to Maxwell’s law, just as if they were molecules 
in a gas at the temperature of the emitter. 

To see clearly what this latter statement means, suppose that the 
electrons emerge into a space entirely surrounded by the emitting 
substance, all at the same temperature T;i e., consider emission into a 
cavity in the emitter. As electrons accumulate in the cavity, they 
will begin to return to the emitter, and an equilibrium condition will 
come into existence in which as many electrons return to the emitter 
per second as issue from it. The cavity is then filled with an electron 
gas in equihbrium at temperature T. The density of this gas is so 
low that it will obey the laws of perfect gases. The rate at which 
molecules, i e , electrons, return to the emitter from such a gas can be 
calculated from kinetic theory in terms of the density and temperature 
of the gas. If the assumption is made that all of the electrons enter 
the emitter as they strike its surface, none of them being reflected, then 
the rate of return must equal the rate of emission as given by Richard- 
son’s equation. In this way, the density and pressure of the electron 
gas corresponding to any temperature can be calculated In order 
to preserve equilibrium, the emitted electrons must be distributed in 
velocity in the same manner as are the returnmg electrons, except 
for a reversal of all velocities. Hence, their distribution in velocity 
can also be calculated, from Maxwell’s law for molecular velocities in a 
gas It follows from kinetic theory that the mean kinetic energy of 
the electrons as they come from the emitter must be 2kT] this amounts 
only to 0.22 electron-volt at lOOO^C. (An electron-volt is the work done 
on an electron as it passes from one point to another between which 
there is a potential difference of 1 volt. It equals 

in-io 

4.803 X ^ = 1.601 X 10-^2 erg.) 

As a concludmg remark concerning thermionic emission, it may 
be mentioned that if an acceleratmg electric field is applied to the 
emitter, the maximum thermionic current is somewhat increased. 
As a matter of fact, very intense fields, of the order of 10^ volts per cm , 
are able to cause small currents of electrons to flow from metals even 
at room temperature. These are sometimes called field currents.” 
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63- Theories of Electrons in Metals. — An explanation of all the 
features of photoelectric and thermionic emission can be given only 
on the basis of a theory of the electrical constitution of matter At 
this point, therefore, the electron theory of metals will be very briefly 
discussed. 

Soon after the discovery of the electron, it was suggested that 
electrical conductivity in metals may be due to the existence, in the 
interatomic spaces, of ^^free^' electrons, which, drifting under the 
influence of an applied electric field or potential gradient, cause 
the transport of charge, the actual direction of motion of the electrons 
being opposite to the usual convention concermng the positive diiection 
of current. This theory was developed into the well-known classical 
theory of metallic conduction by Drude, Lorentz,^ and others. They 
assumed that the free electrons move about and coUide with each 
other just as do the molecules of a gas, having the usual maxwellian 
distribution of velocities proper to a gas of electrons at the temperature 
of the metal. They showed that such free electrons would account, 
also, for the high thermal conductivity of metals; because of their 
light mass, according to classical theory, the electrons would have 
much higher velocities of thermal agitation than do the atoms, and 
for this reason they would be, in proportion to their numbers, much 
more effective in the conduction of heat. 

The theory had some success in accounting for the properties 
of the electrical and thermal conductivities of metals Most of the 
formulas that were obtained, however, contained as constants the 
number of free electrons per unit volume and also the mean free path 
of the electrons among the atoms, quantities that were not inde- 
pendently known Furthermore, a serious difficulty was encountered 
in connection with specific heats. The specific heat of a metal is 
fully accounted for by the kinetic and potential energy which the 
atoms themselves should possess, according to the classical principle 
of the equipartition of energy (see Sec. 79). It was necessary to 
suppose, therefore, that for some reason the heat energy of the free 
electrons was very small, or at least independent of temperature. 
Several lines of evidence indicated, however, that the number of the 
free electrons should be of the order of magnitude of the number of 
atoms,* and, according to the principle of equipartition, a free electron 
should have the same average kinetic energy as an atom. Thus, 
it was hard to understand why the specific heats of good conductors 
were not considerably lai^er than the experimental values. 

This last difliculty was removed completdiy in a new theory 

^ Loebntz, H. a., '^Theory of Electrons.'^ 
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introduced by Sommerfeld in 1928. His theory may be regarded as a 
first step toward the modem wave-mechamcal theory of metals 
The latter theory has been developed to a certain point during the 
last few years, but it remains incomplete and rather complicated 
Its conclusions are reproduced in the Sommerfeld theory vith suffi- 
cient completeness and accuracy for the application to the more 
important features of photoelectnc and thermionic emission, hence the 
discussion will be limited here to the Sommerfeld theory. 

In this theory the concept of a gas of free electrons within the metals 
is retained but this gas is treated in terms of wave mechanics. Because 



Energy m Electron -Vo 1+5 


Fig 22 — ^Distribution of energy among conduction electrons at temperatuies of 
300 and 1500®K , according to the classical distribution law of Maxwell 

of their light mass and their high density in the metal, the electrons 
form a degenerate gas of the ^^Fermi-Dirac type,” being so named 
after the two physicists who first worked out the theory of such a 
gas. The electrons have a distnbution of velocities very different 
from the classical one as represented by MaxwelPs law. 

According to classical theory, the electrons should aU have zero 
energy of translation at absolute zero As the temperature rises, their 
energies of translation should increase and at T^K. should have an 
average value per electron of the distribution of energy among 
the electrons being th© familiar Maxwell distribution curve shown 
m Fi^g 22 for* temperatures of 300 and 1500°K. A few electrons 
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have high energy, but the majority are grouped around the mean 
value %kT, which at 1500°K is equivalent to some 0 2 electron-volt 
For comparison, the distribution of energy given by the Fermi- 
Dirac theory is shown in Fig. 23 for the electrons in platinum at three 
temperatures absolute zero, 300, and 1500°K This distribution is 
calculated from wave-mechanical theory, but it would lead us too 
far afield to explain how it is derived. It is to be observed that the 
Fermi-Dirac distribution does not give zero energy for all free elec- 
trons at absolute zero, as is required by the classical theory Instead, 
the graph for absolute zero starts from the origin and rises according 



Fig 23 — Distribution of energy among the conduction electrons of platinum at three 
different temperatures, according to the Fermi-Dirac-Sommerfeld theory 

to an equation of the type y — a\/x until a maximum energy Em 
is reached, at which point the graph drops suddenly to zero No 
electrons possess energy greater than Em According to the theory, 
the value of Em is given^ by 



where h is Planck’s constant, m is the mass of the electron, and n is 
the number of electrons per unit volume. If it be assumed that 
the number of free electrons per unit volume is of the same mag- 
nitude as the number of atoms per unit volume, then Em for platinum 
(6.6 X 10^2 electrons per cubic centimeter) is approximately 6 electron- 
volts The theory shows that the mean value S of the energy per 
electron at absolute zero is 

E ^ %Em — 3.6 electron-volts for platinum. 

1 Cf Kennaed, E H , *'Kmetic Theory of Gases,’" Secs. 238, 240, 1938. 
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This is to be compared with the corresponding mean values given 
by the classical theory, c ^ , 0 2 electron-volt for 1500°K. quoted 
above. 

These results are astonishing to any one who is used to thinking 
in classical terms, for they mean that even at absolute zero the free 
electrons in a metal have enormous energies. Their energy may be 
thought of as kinetic in nature, but the significance of the term 
“kinetic” is less clear in wave mechanics than m classical theory. 

The rate of increase of the energy with temperature, on the other 
hand, is much less than it is according to classical theory. Referring 
again to the distributions in energy for platinum at SWK and at 
1500°K. as shown in Fig. 23, we note that only in the neighborhood 
of Em is there any significant change in distribution with temperature 
As the temperature rises, the sharp discontinmty for absolute zero 
at Em becomes “rounded off” more and more and an increasing number 
of electrons come to possess energy greater than Em- A few electrons 
even have energies up to several times Em] the curve has a long tail 
(extending, theoretically, up to all energies), and in this tail it can 
be shown that the distribution of energies follows approximately 
MaxwelFs law, just as in the classical theory of gases. 

From the curves it is obvious, furthermore, that the total energy 
of the free electrons changes very httle with rise of temperature. 
Hence the free electrons will contribute little to the change in energy 
of the metal as its temperature rises, i e., to its specific heat. Thus 
the difficulty noted above in regard to specific heats disappears. 

64:, Origin of Photoelectrons and Thermions. — ^Either the classical 
or the Sommerfeld theory furnishes at once an explanation of thermi- 
onic emission. Presumably, the free electrons are retained in the 
metal by forces of attraction. There must be as many positive units 
of charge on the atoms as there are free electrons, and the electrons 
will be held by the attraction of these positive charges. If, for any 
reason, an electron escapes from the metal, as it moves away, it will 
be drawn back by an attraction that may be regarded as arising from 
its “electrical image” in the surface of the metal, this image being 
caused by the repulsion of the other electrons by the escaping one 
and the consequent exposure of positive charge. Thus, in escaping, 
the electron will do a certam amount of work against this attraction, 
which will be denoted by 2 This work represents an increase in the 
potential energy of the electron. In the metal there will always be a 
few free electrons with energies exceeding Q, These electrons will be 
able to escape as thermions. As the temperature rises, the number 
of electrons with energies greater than 0 will increase rapidly; hence 
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the thermionic current will increase rapidly with rising temperatuie, 
as is observed to be the case 

In emerging from the metal with kinetic energies proper to thermal 
equilibrium at the temperature of the metal, the electrons will undergo 
a change in energy, actually a gam, for which we may write €<pj e 
being the numerical electronic charge. Energy equal to e<p must be 
furnished to them from an external source The relation between the 
energy e^p and the work O differs on the two theories. 

According to the classical theory, the average kinetic energy pos- 
sessed by the free electrons in the metal is the same as the average 
kinetic energy possessed by electrons in an electron gas surrounding 
the metal and in thermal equihbrium with it. Hence, on the classical 
theory, the thermions lose kinetic energy on their way out only because 
of the work that they do against the attractive forces, which result in 
a conversion of kinetic into potential energy, and accordingly etp = 0. 

In the Sommerfeld theory, on the other hand, the energy of the 
free electrons in the metal is much greater than that of an electron 
gas at the same temperature. This excess energy of the free electrons 
furnishes a large part of the work G The thermions come effectively 
from levels close to the maximum energy hence their average net 
gain in energy is only 

e<p = Q — Em^ (51) 

This equation becomes strictly correct as the temperature approaches 
absolute zero. Hence <p as defined here represents the same quantity 
that is denoted by (p in Richardson’s equation (49). 

For platinum p is 6.3 volts and E^/e is at least 6 volts; hence 
Cl/e is at least 12.3 volts For the metals in general, Cl/e is 5 to 20 volts 
higher than the ordinary ^^work function” p. These high values of 0 
are qualitatively confirmed by observations on the index of refraction 
of electron waves {cf. Sec. 108 in Chap. VII). ^ 

The relation between these various quantities is shown diagram- 
matically in Fig. 24. The heavy curve shows the way in which the 
'poterUtal energy of an electron varies as the electron, coming from 
the left in the figure, passes through the surface of the metal into the 
space outride. The potential energy nses by a total amount Cl. The 
ordinate of any point above this line may represent the energy of 
an electron; the height of the point above the heavy line will then 
represent its kinetic energy. The horizontal lines at the level marked 
Em and below mdicate the Fermi energy levels (actually much more 
closely spaced) at 0°K.; at any other temperature, there are a few 

1 See also Thomson, G. P , '‘The Ware Meehanio^of Free Electrons,” 19^. 
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electrons with energy above The additional energy possei^ed by 
these few electrons constitutes energy of thermal agitation; its relation 
to (p and ojo is a fine detail that will not be considered in our simplified 
description of the theory. 

Origin of Photoelectrons — There was long a difference of opinion 
as to whether photoelectrons come from among the free electrons or 
out of the interior of the atoms On either hypothesis, it is easy to 
explain the fact that all velocities occur up to a maximum value Vm 
given by the Einstein equation 

- hv — ooq 

Light IS known to penetrate a distance equal to many atomic diam- 
eters into the metal; hence, photoelectrons should originate at various 
depths In order to reach the surface, the electron would have to 
pass by (or through) many atoms, and collisions would be probable, 



Fig 24 — Energy of electrons m a metal An electron with extra energy" e<p can 
just escape as a thermion A photoelectron absorbs hv and retains as kinetic 

energy 

at each of which the electron might lose some of the energy hv initially 
given to it by the light. Some electrons would lose almost all of their 
mitial energy in this way and would emerge with velocity almost zero 
Others would lose less energy Those which start very close to the 
surface would lose the least energy and would emerge with the greatest 
velocities; their loss of energy is represented in the equation by the 
constant term wo- 
lf, now, the photoelectrons come from among the free electrons, 
they will have an initial energy E^ due to thermal agitation and, after 
absorbing hv from the Ught, will start off with energy hv + E^, The 
photoelectrons produced near the surface should thus emerge with 
energy 

hv + — Wo. 
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Since Et has no upper limit, there should exist, theoretically, no maxi- 
mum velocity for a given frequency v, and no sharp threshold vq, the 
curves tailing off instead of plunging sharply into the axis According 
to classical theory the value of Ex is small; according to the classical 
principle of the equipartition of energy, or Eq (100) in Sec. 79, the 
average value of Ex is 

Ex = H^T, 

where T is the absolute temperature and k is the Boltzmann constant 
(1 381 X 10“^® erg deg.“0- 300®K. Ex is equivalent to about 

0 04 electron-volt; at 1500°K , to about 0 20 electron-volt. Practi- 
cally, therefore, a fairly definite maximim velocity Vm and threshold 
frequency vq would exist. But, since Ex is proportional to T, the 
apparent values of Vm and vo should vary somewhat with temperature 
Most of the experimental evidence indicates, however, that a variation 
of the right order of magnitude does not exist, at least not in all cases 
Formerly, this was commonly accepted as evidence that the photo- 
electrons come from the interior of the atom and not from among the 
free electrons, since there was no reason for beheving that the internal 
energy of atoms depends on temperature over the range covered by 
the experiments. 

The assumption that the photoelectrons come out of the atoms 
was supported by observations on the photoelectric effect with X-rays, 
the frequencies of which are several thousand times those of ordinary 
light. In these experiments (see Sec. 184) there is very direct evidence 
not only that photoelectrons come from atoms but that they come 
from different depths^' within atoms and, in order to leave the atom, 
must expend quantities of energy which can be directly measured 
and which can be checked by independent means. 

Further, the discovery of the Compton effect with X-rays (see 
Sec. 186) and its explanation emphasized the importance of another 
objection to the theory that the photoelectrons come from the free 
electrons It would be impossible for a truly free electron to absorb a 
quantum of radiation, for the laws of the conservation of energy 
and of momentum could not simultaneously hold If an electron, 
free and at rest, acquires kinetic energy by the absorption of a 

quantum hv, we should have, from the laws of conservation of energy 
and of momentum,^ 

hv = — = mv, 

2 ^ c 

where c is the velocity of light, m the mass of the electron, and v 
^ See Sec 186(o) for the momentum of a photon. 
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its velocity after absorbing the quantum. These equations can hold 
simultaneously only if ?; = 2c — an impossibility. But if the electron 
absorbs light while in an atom, the momentum of the rest of the atom 
may change, and the above laws of mechanics may hold simultaneously. 

If, however, photoelectrons ejected by visible and ultraviolet light 
originate in the atom, a new difficulty arises The electron will then 
have to do work in order to escape from the atom into the interatomic 
space, and this work will be included in wq. Thus, wo would necessarily 
exceed the work of escape e(p of a thermion, which starts presumably 
in the interatomic space. The difference ought to be of the order of 
the work required to ionize an atom, which, at least for atoms m the 
vapor state, amoimts always to several electron-volts. Yet it is 
found experimentally that wo and ecp differ (at least usually) by less 
than 1 electron-volt, often by less than 0.1 electron-volt. 

Thus, the classical theory was not able to furnish a satisfactory 
answer to the question as to the origin of the photoelectrons. The 
new theory, on the other hand, removes all objections to supposing 
that photoelectrons liberated by visible or ultraviolet light (in contrast 
with most of those liberated by X-rays) come from the so-called 
^'free'^ electrons. For, according to the new theory, these electrons 
are not really free; they are simply bound to the metal as a whole 
rather than to an individual atom. They differ from the electrons 
in the interior of an atom chiefly in that they are subject to forces 
exerted by several atoms at once. The difficulty regardmg conserva- 
tion of momentum, therefore, does not arise, since a reaction upon the 
metal itself can occur whenever a photoelectron is ejected. 

The situation is improved, also, in regard to the variation with 
temperature. Even on the Sommerfeld theory there ought, theoreti- 
cally, to be no true limit to the maximum energy of ejection, and 
hence no frequency threshold; for B>few free electrons are present with 
all energies. The curves in Figs. 18 and 19 ought, therefore, to be 
rounded off at the end, so as to meet the axis asymptotically instead of 
plunging into it at a finite angle (except at T = 0). This effect 
would be much smaller, however, than the effect required by classical 
theory, for the number of electrons in the maxwellian tail of the 
Fermi-Dirac distribution is extremely small. Furthermore, there is 
experimental evidence that a slight rounding off of the curves at this 
point does exist. ^ 

As was stated in the beginning, the Sommerfeld theory constitutes 
only a first step toward an adequate theory of metals, which can be 
constructed only on the basis of wave mechanics. No attempt can 

^ DuBbidob, Phys, Rev , vol. 43, p 727 (1933) 
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be made here to describe the progress that has been made toward the 
development of a complete theory; the student must be referred to 
other booksd 

^See, for example, Wilson, A. H., “Theory of Metals,” 1936; Seitz, F, 
“Modem Theory of Solids,” 1940; also nonmathematical articles by Seitz and 
Johnson in the J Applied Phys , vol 2, p 8, and by Shockley in the Bell System 
Tech J., vol 17, p 645 (1939). 



CHAPTER IV 

THE THEORY OF RELATIVITY 

The greatest revolution in physical thought during the twentieth 
century undoubtedly has been that which resulted from the intro- 
duction of the quantum theory. This, however, was not the first 
notable innovation in modern physical theory. In its own way, the 
new form of relativity put forward by Einstein in 1905 made an equally 
complete break with classical ways of thought Relativity touches 
all branches of atomic physics here and there, but in itself it occupies 
a detached position, more fundamental than that of other parts of 
physical theory. For this reason it seems appropriate at this point 
to devote a chapter to a discussion of the theory of relativity. Any 
student who does not wish to interrupt the study of atomic physics 
at the present juncture can omit the present chapter without appre- 
ciable embarrassment in reading subsequent chapters. 

66. Newtonian Relativity. — ^The phenomenon of motion has been a 
subject of speculation since ancient times. It was early recognized 
that all motion involves displacement relative to something or other; 
but ideas have varied in regard to the entity relative to which the 
displacement occurs. In his treatise on mechanics, Newton says that 
absolute motion is the translation of a body from one absolute place 
to another absolute place.^^^ But he does not explain what he means 
by “absolute place.’^ He states explicitly that the physicist can 
detect translatory motion only in the form of motion relatwe to other 
material bodies. 

Motion involves, also, the passage of time Until recently, time 
was regarded as something essentially distinct from space or from the 
behavior of material bodies. Newton says, “Absolute, true, and 
mathematical time, of itself, and by its own nature, flows uniformly on, 
without regard to anything extemal.^'^ Thus there was supposed to 
be a single time scale valid everywhere. Until 1905, this view seems 
to have been accepted xmiversaUy. 

The kind of relativity embodied in these views has been called 
“Newtonian relativity.” For purposes of comparison, it will be 
worth while to formulate it in mathematical terms. 

Let us represent position by means of Cartesian coordinates x, y, 2 

^ Cf Mach, F., “Soienoe of Mechanics,'^ 4:tli ed., p 226, 1919^ 

2 and,, p. 222. 
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and let t denote the time. Then a set of four numbers representing 
values of x, y, z, and t specifies the position and the time at which an 
event of some sort occurs The event might, for instance, consist in a 
projectile^s passing a certain point in space at a certain time, or it 
might consist in an electron's leaving a filament or entering a Geiger 
counter. All physical phenomena, in so far as they involve positions 
and times, can be resolved into sequences of events. 

In order that given values of our x, z may fix the location of an 
event, we must have some material reference body from which dis- 
tances can be measured- Similarly, in order to define a time, we must 
have available some reference process, such as the rotation of the earth 
or the swinging of a pendulum, in order that times may be specified 
by stating the stage to which the reference process has advanced. 
These material means of fixing positions and times, together with the 
methods adopted for using them, are said to constitute a spaceHime 
frame of reference 

Now suppose we have two different frames of reference, each in 
uniform translatory motion relative to the other. One frame might 

be attached to the earth, while the 
other is located on an airplane flying 
overhead Let us call the two frames 
S and and let the velocity of S' 
relative to S be u. Let coordinates 
and times of any event as obtained 
when the frame S is used be denoted 
by X, y, Zj t; and let those obtained for 
the same event when S' is used be 
denoted by x', y', z', t'. In order to 
make the relation between these vari- 
ables as simple as possible, let us choose our axes so that the x- and 
a;'-axes are both parallel to the velocity u and, in fact, slide along each 
other, and let the 2 /'- and st'-axes be parallel to y and Zj respectively 
(Fig. 25) Let us also agree to coxmt time from the instant at which 
the two origins of coordinates, 0 and O', momentarily coincide Then 
the coordinates of O', the origin of S' as measured in the first frame S^ 
will be a: = 2 / == 0, = 0; and, if any event occurs at a position and 

time specified by certain values of Xy 2 /, z, t, then, according to Newton, 
its position and time as measured using S' will be represented by x', y', 
z'j t'y where 

x' = a; — lU, t' = t, 

y' = y, 

z' = Z. 



Fig. 26 — Two frames of refer- 
ence in uniform relative translatory 
motion. 
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These equations may be called the equations of transformation 
for Newtonian relativity. They enable us to pass from coordinates 
and times of events referred to one frame of reference over to coordi- 
nates and times referred to another, when all relations are assumed to 
be Newtonian. The equation, f = t, which may seem superfluous 
but IS included with an eye to the future, expresses the fact that in the 
Newtonian theory there is supposed to be a single time scale valid for 
all frames of reference 

66. Relativity and the Propagation of Light. — With the adoption 
of the wave theory of light, a new element, unknown to Newton, 
was brought into the problem of motion. For, if light consists of 
‘ Vaves'^ in an ether, these waves should move with a defimte velocity 
relative to the ether, and their velocity relative to material bodies should 
change when the motion of these bodies through the ether changes 
Analogous statements made about waves in material mediums are 
certainly true Water waves of a given length, for example, move 
with a certain speed over the water; as seen from a moving ship, they 
move past the ship faster when the ship is moving over the w^ater 
against the waves than when the 
ship is moving in the same direction 
as the waves themselves. Now, in 
accordance with Huygens’ principle, 
many optical phenomena depend in 
a very simple way upon the velocity 
of light relative to material objects. 

It might be anticipated, therefore, that such phenomena would be 
influenced by a motion of the optical apparatus through the ether. 
The velocities that can be given to a material body in the laboratory 
are extremely small as compared with the velocity of light; but this is 
less true of the velocity of the earth in its orbital motion about the 
sun, which is one ten-thousandth of the velocity of light in free space. 
An influence of the earth’s orbital motion upon optical phenomena 
might therefore be expected. 

An interesting case to consider is the formation of images by the 
object lens of a telescope. Suppose a light wave from a star enters 
the telescope sketched in Fig 26; when the telescope is at rest in the 
ether, let the wave come to a focus so as to form a star image on the 
cross hairs at P Then, if the telescope, instead of being at rest, is 
moving toward the star, the wave might be expected to focus on the 
same point P in the eth&r as before. While the wave is passing from 
the lens to this point, however, the telescope wiU move forward, 
carrying the cross hair to some other point P". The eyepiece would 



Fig 26 — Effect of motion of a tele- 
scope through the ether 
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therefore have to be drawTi out farther in order to focus on the image 
of the star Thus the focal length of the telescope would appear to 
the observer to be increased. Similarly, if the telescope were moving 
in the same direction as the light, its effective focal length would be 
shortened If it were movmg at right angles to its axis, on the other 
hand, there would be only an apparent lateral displacement of the star, 
constituting the familiar phenomenon of aberration 

Thus, as an astronomical telescope is pointed at stars in different 
directions, its apparent focal length might be expected to vary slightly 
because of the earth's orbital motion. But no such effect has ever been 
observed 

A simple explanation of this fact was suggested long ago by Fresnel 
He suggested that moving transparent bodies, such as a lens, may 
partially drag the light waves along with them. In the case just 
considered, if the lens L were to drag the light with it in its motion 
(toward the right m Fig 26), the part of the wave that goes through 
the center of the lens would spend a longer time in the lens, and hence 
would be retarded more than it would be if there were no motion 
Consequently the wave would emerge from the lens more concave 
in shape, and would focus on a point nearer the lens If the amount 
of the drag were just right, there might be no effect at all on the 
apparent focal length of the telescope, the star image falling on the 
cross hair however the telescope might be moving Fresnel showed^ 
that all effects on phenomena of refraction would be prevented if it 
were a law of optics that any moving transparent medium of refrac- 
tive index n changes the velocity of hght waves in such a way as to 
add vectorially to their velocity in the stationary medium, which is 
c/n, the fraction 



of the velocity of the medium Actually Fizeau showed experi- 
mentally in 1851, by an interference method, that a moving column 
of water does drag the light waves with it to the exact extent required 
by Fresnel's formula^ 

The cause of this effect on the hght waves was supposed by Fresnel 
to he in an actual partial dragging of the ether itself along with the 
moving medium, analogous to the dragging of the water by a moving 
fish net. When Lorentz worked out his electromagnetic theory, 
however, about 1895, on the assumption that the ether remains always 

1 For an excellent discussion of relativity see M Bom, “Einstem^s Theory of 
Relativity,’' translated by H, I/. Brose, Methuen & Oo., Ltd , London, 1024. 
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at lest, he found that the theoiy led automatical!}’' to the Fiesnel 
formula tor the drag of the light waves by mo\ung matter 

If the Fresnel drag of the light waves is assumed, it can be shown 
that there can never be any effect on ordinary optical phenomena that 
is of the first order m the velocity of the appaiatus through the ethei. 
Thus up to this point no dij9&culty arises from the assumption that 
light waves are propagated through an ethei. 

There might, however, be second-order effects. Since the square of 
the earth^s orbital velocity is only a hundred-millionth of the square of 
the velocity of light, such effects will be difficult to detect. In seeking 
for a sufficiently dehcate means of observation for this purpose, 
Michelson was led to invent his interferometer With this instru- 
ment, in conjunction with Morley, he performed in 1887 a famous 
experiment in which a second-order effect could surely have been 
detected if it had been present 

67. The Michelson-Morley Experiment. — The interferometer 
arrangement that was used in this experiment is sketched in Fig 27. 
A beam of light from a lamp S falls 
upon a half-silvered glass plate P 
placed at 45® to the beam, which 
divides each wave into two parts. 

One partial wave, reflected from 
P, travels off sideways to a mirroi 
Ml, by which it is reflected back to 
P; part of it is transmitted through 
P and enters the telescope P. The 
other part of the original wave, 
transmitted at once through P, 
travels ahead and is reflected back 
by a second mirror Af 2 ; upon return- 
ing to P, it is partially reflected into the telescope on top of the first 
part of the wave, with which it forms an mterference pattern 

Let both mirrors be at the same distance from the plate P. Then, 
if the apparatus is at rest in the ether, the two waves take the same 
time to return to P and meet in phase both there and in the telescope. 
Suppose, however, that the apparatus is moving with speed v through 
the ether in the direction of the imtial beam of light. Then, if the 
initial wave strikes the plate P when it has the position shown in the 
figure, the paths of the waves and the subsequent positions of reflection 
from mirrors and plate will be as shown by the dotted lines The 
necessary change in the direction of the transverse beam is pro- 
duced automatioaUy, as an aberration effect, through the operation of 



Michelson-Morley experiment 
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Huygens’ principle. But now the times taken by the two waves on 
their journeys are no longer equal. The wave movmg longitudinally 
toward has a velocity relative to the apparatus of c — v on the 
outgoing trip, c being the speed of hght through the ether, and c + v 
on the return trip. Hence the time taken by this wave to get back to 
the plate is 

, I , I _ 2cl 

'^c + v~ c^-v^’ 

I being the distance from the plate to either mirror. If we keep small 
terms only as far as v^/c^, we can write, by the binomial theorem, 

= (^2 _ y2)-i = c-2 + v^c-\ 

— 2 ;- 

Hence 



The wave moving transversely, on the other hand, travels along the 
hypotenuse of a right-angled tnangle, one side of which is of length Z, 
and therefore it has farther to go Let it take a time f to go from 
P to Ml, traveling a distance ct' through the ether Then in the same 
time the mirror Mi advances a distance vt'. Hence 

But, using the binomial theorem again, 

(C2 _ ^ -f- 

as far as terms in v^/c^. Hence this wave returns to P after a time 



Thus the two waves interfere in the telescope with a phase difference 
of h — ti = Iv^/c^ seconds or c(Z 2 — <i)A = Iv^/ic^h) wave lengths, X 
being the wave length of the light. The fringe pattern is accordingly 
shifted by the motion through 

t-i 

c»X 

fringes.^ 

1 For the formation of the fringes m the interferometer see 0. R. Mann, 
“ Manual of Advanced Optics ” 
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In performing the experiment, the whole apparatus, floated on 
mercury, was rotated repeatedly through 90° Since the two light 
paths are caused to exchange roles by such a rotation, it should cause 
the fringe pattern to shift back and forth by twice the amount just 
calculated or by 


fringe widths. By reflecting the beam back and forth several times, 
the effective length Z was brought up to 11 meters. Even then, with 
a wave length of about 5 9 X 10"® cm , if we insert for v the whole 
orbital velocity of the earth so that v/c == 10“^, we find only 

11 V 102 

or about one-third of a fringe Michelson and Morley were sure, 
however, that they could detect a shift of a hundredth of a fnnge 
Such shifts as were observed amounted only to a small fraction of the 
theoretical value, and were not consistent Thus the result of the experi- 
ment was negative; the expected effects of motion through the ether 
did not appear. 

It might happen, to be sure, that at a given moment the earth 
by accident had no resultant component of velocity parallel to the 
surface of the earth; for upon its orbital motion there would probably 
be superposed a motion of the entire solar system through the ether. 
But, if this happened at a certain time, then 6 months later the earth^s 
orbital velocity about the sun would be reversed, and its velocity 
through the ether should then be twice its orbital velocity. Michelson 
and Morley made observations not only at various times of day but 
also at different seasons of the year, always with the same negative 
result.^ 

From the theoretical point of view, Michelson and Morley’s 
failure to detect the anticipated motion of the earth through the ether 
was one of the most important experimental results ever obtained 
This result was very hard to bring into harmony with current theories 
of hght and matter The theoretical calculation rests on a peculiarly 
simple foundation, for the only properties of light that are made use of 
are the constancy of its velocity in space and Huygens^ principle. 
Neither of these principles can be given up if we are to retain the idea 

^ Michelson and Morlet, Stlhman J , vol 34, pp. 333, 427 (1887) ; Moblet 
and MicannsoN, Ph^L Mag., vol, 24, p. 449 (1887). Cf. Mellpb, Ben. Modem 
Phys , voL 6 , p 203 (1933), 
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of waves ia a mechanical ether Only three possible explanations of 
the negative result seem to offer themselves. 

1. Perhaps the student will have wondered why we cannot simply 
assume that the earth drags the ether with it, much as a moving base- 
ball carries along the air next to it. On this assumption there would 
never be any motion of the earth through the ether at all, and no 
difficulties could arise. One objection to this explanation is that the 
ether next to the earth would then be in motion relative to the ether 
farther away; and this relative motion between different parts of the 
ether would cause a deflection of the light rays coming from the stars, 
just as wind is observed to deflect sound waves. This deflection 
would alter the amount of the stellar aberration.^ It has been found 
very difficult to devise a plausible type of motion for the ether which 
would give a value of the aberration agreeing with observation and yet 
at the same time preserve the negative result of the Michelson-Morley 
experiment A second objection arises from the fact that, as has 
already been stated, experiments show that a transparent object of 
laboratory size does not drag the light waves with the full velocity 
of the moving matter, as it necessarily would do if it completely dragged 
the ether along with it, and the observed partial drag is fully accounted 
for by current electromagnetic theory, which is based on a stationary 
ether. 

2. As an alternative, the negative result would at once be accounted 
for if we could assume that hght projected from a moving source has 
added to its own natural velocity the velocity of the source, just as the 
velocity of a projectile fired from a moving ship is equal to the vector 
sum of its velocity of projection from the gun and the velocity of the 
ship. If this were true, the negative result obtained by Michelson 
and Morley would at once be explained, for the light from their lamp 
would have always the same constant velocity relative to the lamp 
and to the interferometer Such an assumption, however, is in gross 
conflict with the wave theory of light. It is of the essence of waves 
that they have a definite velocity relative to the medium which transmits 
thenif just as sound waves have a definite velocity relative to the air. 
Furthermore, there is strong experimental evidence against the assump- 
tion in question, which we have not space to describe. 

3 The third possible explanation of Michelson and Morley^s 
negative result, put forward independently by Fitzgerald and by 
Lorentz, is that motion through the ether might in some manner cause 
the material composing the interferometer to shorten in a direction 

^ Stellar aberration is the apparent change in direction of a star due to its orbital 
motion See any text on astronomy 
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parallel to the moh oiu It is easily seen that such a contraction in the 
ratio Vl ■” would serve to equalize the light paths and thus 
to prevent a displacement of the fringes. Lorentz endeavored to 
make the occurrence of such a contraction plausible on the basis of 
his electrical theory of matter, but he was never quite able to show 
that it must occur. This explanation came to be the favored one, 
but it was never felt to be very satisfactory because of its ad hoc^ 
nature 

68. The New Relativity of Einstein. — From the situation just 
described one easily gains the impression that there exists something 
like a conspiracy in nature to prevent us from detecting motion 
through the ether. A similar situation can be shown to exist in the 
field of electromagnetism as well as in optics. A number of electncal 
or magnetic experiments can be invented which, at first sight, offer 
promise of revealing motion through the ether; but always there 
occurs some other effect which just cancels the effect sought. Some- 
times it is actually the Lorentz-Pitzgerald contraction just described 
or the forces associated with this contraction by which the cancellation 
IS effected. 

In reflecting upon this extraordinary situation, Einstein arrived 
in 1905 at a radically new idea.^ He proposed the view that, for 
some reason not yet known, motion through an ether filling empty 
space IS a meaningless concept; only motion relative to material bodies 
has physical significance. He then set about investigating how this 
assumption could be made to harmomze with the known laws of 
optics. Possibilities of conflict arise in any argument involving the 
velocity of light. Consider, for example, a frame of reference S' (say 
on the earth) moving relative to another frame S (say on the sun), 
and suppose that S' carries a source of light Then light from this 
source must move with the same velocity relative to as light from a 
source on S itself, since, as explained above, we cannot suppose that 
the velocity of light is influenced by motion of its source But this 
light must also move with the same velocity relative to S'; otherwise 
the laws of nature would not be the same on S' as on S, and no reason 
could be assigned for their being different. Yet it seems quite impos- 
sible that light should move with the same velocity relative to each 
of two frames that are moving relaUvely to each other! 

Einstein accordingly put the laws of the propagation of light 

^ An ad hoc hypothesis is one that is proposed in order to ^plain a singlo fact as 
distinguished from a hypothesis that explains shnultaneously several distinct f^cts. 
hoc^^ translated from the Latan means "'to this/^ or "ffor this 

* EmsTBii^, Ann d, Physik^ vol 17, p 891 (1905). 
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in the forefront of the discussion He presented his new theory as 
based upon two propositions, which are known as the postulates of 
the ‘special or restricted theory of relativity They may be stated as 
follows. 

1 The laws of physical phenomena are the same when stated in 
terms of either of two inertial frames of reference {and can involve 
no reference to motion through an ether ) 

2. The velocity of light is independent of the motion of its source 

By an "‘inertiar' frame is meant one in which the law of inertia is 
true, i.e , relative to which a body that is free from external mfluencc 
and at rest remains at rest. An inertial frame is thus what is usually 
called an unaccelerated” one, and the relative motion of two inertial 
frames can only consist of a uniform translation Thus, in the special 
theory of relativity, we compare statements of physical laws expressed 
alternatively in terms of two frames of reference which are in 
uniform translation relative to each other. 

Of these two '^postulates,” the second is believed to represent a 
rather simple experimental fact, whereas the first is a generalization 
from a wide range of physical experience There is no implication 
that the first postulate, which contains the new principle of relativity, 
is in any way self-evident, like the assumptions made in all physical 
theories, it is intended as a hypothesis to be tested by comparing 
deductions from it with experimental observation. 

69, Simultaneity and Time Oxder. — ^Einstein found the key by 
which these two postulates could be brought into harmony in a modi- 
fication of our ideas concerning time. He showed that it is necessary 
to give up the Newtonian conception of absolute time Newton had 
undoubtedly supposed that it is always possible to say which of two 
events precedes the other, or that they occur simultaneously But 
how can this be done if the two events occur in widely separated 
locations 

In practice, times at two different places are compared by refer- 
ence to a clock at each place It is necessary to set these clocks into 
synchronism; and in modem practice this is done by means of radio 
signals, which are a form of light signal For precision, however, it 
is necessary to correct for the time required for light to travel from 
one place to the other; and making this correction requires a knowledge 
of the velocity of light in one direction Ordinary measurements of 
the velocity of light furnish only its averqge velocity in two opposite 
directions. We could measure its velocity in one direction if we had 
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our clocks already synchronized, of course; but this thought leads into 
a logical circle 

As an alternative, we might think of returning to the old-fashioned 
practice of navigators, we might carry a chronometer from one place 
to the other and set both clocks by comparison with this chronometei 
But how could we prove experimentally that the chionometer runs 
at a constant rate Avhile moving in various directions? Every method 
that can be devised to prove this, in general, or, to measure the 
velocity of light m one direction, turns out to rest upon some fresh 
assumption that cannot be tested in advance. Finally, one might 
think of hurling a ball from one location to the other with indefinitely 
great speed, so that no correction for its time of flight would be neces- 
sary This would, in fact, do the trick. But, if all masses increase 
with velocity as the mass of the electron is knowm to do, a ball could 
not possibly be projected with a speed exceeding that of light. From 
the standpoint of existing knowledge, it is entirely possible, and it is a 
consequence of Einstein’s new theory of relativity, that no signal can 
be transmitted faster than a light signal 

It follows, then, that the time order of two events may in some 
cases be entirely indeterminate; the 
idea of a relative order in time is 
inapplicable to such a pair of events 
This happens in all situations such 
that a light signal, leaving the loca- 
tion of one event at the instant of 
its occurrence, cannot reach the loca- 
tion of the second event before the 
occurrence of this event. 

The ambiguity in time just descnbed can be regarded as a modi- 
fication in the conception of the temporal 'present This view can 
easily be illustrated diagrammatically if we consider only events that 
happen on the a;-axis Let us plot values of x and t as determined 
by an observer at an instant when he himself is at P (Fig. 28) 
Through P we can draw two straight lines representing the progress 
of hght signals that pass the observer just when he is at P, one signal 
moving toward +x and the other toward —x’ ie,, any point on one 
of these lines represents the passage of one of these signals past a 
certain position on the a;-axis at a certain time t. Then the area above 
these two hnes represents events that lie in the future for the observer. 
These events have values of t so greatly exceeding that the observer 
still has an opportunity tQ influence them causally. Below the two 
lines lies the observer's past, consisting of events vdiidh may have 



Fig 28 — Diagram illustrating the 
classification of space-time relations. 
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influenced him causally, and of which he may already have acquired 
knowledge at the instant U by means of light signals or other means of 
communication. 

There is also a thxrd region, however, between the hnes This 
region constitutes the observer's physical present He cannot influence 
events in this region — there would not be time to get any signal to 
the location of one of them before it occurred; nor, for the converse 
reason, can he have any knowledge of them at the time ;^o each 
point of space these events belonging to the observer's present extend over 
a finite interval of time, such as that represented by the line QR in 
the figure, the interval increasing with distance from P For an 
observer in New York this interval amounts to ^ second for 

events in San Francisco; within this }4o sec (the time required for 
light to make the double journey), he cannot pick out any unique 
instant in San Francisco which is simultaneous with the instant to 
in New York Here we have an essential difference between !^instein's 
lelativity and Newton's; for the latter reduced the physical present to 
a single line, such as /ST The observer himself might, of course, set 
up a system of space-time measurements, as we do on the earth, in 
which only the events l 3 dng along some such line as /ST would be 
regarded as simultaneous with P. But, as we shall see presently, 
the choice of this line is largely arbitrary, depending upon the frame 
of reference that is used, it may be in fact any line through P that 
lies entirely within the regions labeled ^'present" Thus the simul- 
taneity of events is not an absolute relationship but a relative one, 
depending upon the choice of a frame of reference. 

60. The Lorentz Transformation, — If the postulates of Einstein's 
relativity are accepted, it becomes important to inquire whether or 
not the accepted laws of physics are all in harmony with the theory 
Furthermore, on the basis of this theory, it may be possible to predict 
new phenomena, which can be looked for experimentally. In any 
case, like all physical theories, the theory of relativity must stand or 
fall according to whether or not the deductions that can be drawn 
from it agree with the experimental facts. 

In order to make deductions from relativity, we must compare 
the descriptions of some phenomenon in terms of two inertial frames 
which are moving relatively to each other It is important to know, 
first of all, how measurements of space and time compare. In dis- 
cussing these, for the sake of vividness, we shall often speak of an 
observer who is supposed to make the measurements that are referred 
to a particular frame This must not be understood to imply, how- 
ever, that relativity has any clos^ connection than the rest of physics 
with human psychology. 
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The ambiguity in regard to times at different places, which was 
discussed in the last section, is commonly removed, in using any given 
frame of reference, by setting up the time scales in such a way that 
the velocity of hght m vacuum measures the same in any one direction 
as it does in the opposite direction. The velocity of light in vacuum 
then becomes the same in all directions and therefore is a universal 
constant. Such an adjustment of the time scales can be supposed to be 
effected experimentally, as it actually is in common practice, by send- 
ing light signals {%,e , radio signals) back and forth and correcting for 
time of propagation on the assumption of a constant velocity of light 

Let us use the same units with all frames of reference; to make sure 
of doing this, we may select such units of length and time that certain 
natural constants have the same values for both frames. For exam- 
ple, we may make the wave lengths of spectral Imes and the velocity 
of light measure the same in all frames. When this has been done, 
the equations expressing all physical laws must take the same form, 
according to the first postulate of relativity. 

Now let S and S' denote two inertial frames, of which S' has a 
uniform translational velocity u relative to S, Let axes be chosen 
again so that the x-axes and the x^ planes in the two frames slide 
along each other (c/. Fig 25) ; and, at the origins, let us count time 
from the instant at which these points momentarily coincide. Let t 
be the time at which some event happens at a point x,y,z, as measured 
by the observer on frame S, and let x', y', z', t'^ be the coordinates and 
time of the same event as measured by the observer on S'. Then it 
can be shown that the postulates of relativity require that, c being the 


velocity of light in vacuum, 


1 

II 

y' -y ^ = -r—,- (^2) 

Ji-K 

1 

II 

1 

n 

II 

These equations, known as the ^^Lorentz transformation,^^ were 
discovered by Lorentz in the course of his study of moving matter in an 
electromagnetic field; but he regarded one frame as at rest in the ether 


and attached an immediate physical mining only to measurements 
made with this frame. The new principle embodied in the theory 
of relativity is that all inertial frames are to be treated on an equal 
footing. The equations can be derived from the requirement that 
the velocity of light shall be the Same in both frames, together with 
considerations as to the isotropy of space; the deduction will not be 
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given here,^ but a proof will be given in Sec 62 that the Lorentz 
equations actually do preserve the constancy of the velocity of light. 

By solving Eqs. (52) for tj we obtain the inverse transforma- 

tion: 


X = y(x' + vf) y = 'i/ 



By means of these equations of transformation, positions and 
times measured in one frame of reference can at once be translated into 
positions and times of the same events as measured in the othei frame 
From the equations, we can easily confirm the statement, made 
previously, that, according to the new relativity, events which happen 
at the same place at different times, as viewed from one frame, may 
be seen from another frame to happen at different places as well 
Similarly, a difference in spatial position with respect to one frame may 
correspond to a difference m both space and time with respect to 
another. Thus a space difference can be converted partly into a 
time difference, or vice versa, merely by changing the frame of reference 
that is being used For this reason it has become customary to speak 
of space and time as aspects of a four-dimensional continuum known 
as space time 

61. Contractions in Space and Time. — ^There are two famous cases 
in which the Lorentz transformation leads immediately to results of 
special interest 

Consider a body which, when at rest in Sj has a length Lo in the 
direction of the a;-axis Let it be set moving relative to S at such 
speed that it is at rest m S\ Its length as measured in S' will now 
be Lo, for its length is determined by certain natural laws and hence 
must have a certain fixed value in any frame in which the body is at 
rest. Let us see how the length now measures in S, relative to which 
the body is moving with speed u. Before doing this, we must con- 
sider what we mean by the length of a moving object. It seems rea- 
sonable to define the length as the distance between two points fixed 
in S which are occupied by the ends of the object simultaneously, 
% e,, at the same time t. If the coordinates of these points are Xi 
and X 2 , the length is then 

L == X2 -- Xi, 

By the same definition, since the body is at rest in S', its ends have 
fixed coordinates x'l, x'^ such that 

Lq “ x^ ■“ ^1* 

^ Cf SiLBERSTEiN, L , ‘‘Theory of Relativity, '' 1924. 
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If we substitute in this last equation values of x'^ and x[ calculated from 
the first one of Eqs (52) for a given value of t, we obtain 


Lo = y(x2 — xi) 

Therefore 

i - 1 l. - L,^l - ^ (54) 

From this equation we may draw two distinct conclusions In the 
first place, any body measures shorter in terms of a frame relative to 
which it IS moving with speed u than it does as measured in a frame 
relative to which it is at rest, the ratio of shortening being \/l — ic^/c^ 
This is a relation between measurements referred to different frames. 

In the second place, relative to a single frame, any physical body 
set into motion with speed u shortens in the direction of its motion, 
as was postulated by Fitzgerald and Lorentz, in the ratio \/l — u^/c^ 
In one sense, the contraction is perhaps not a ‘^reaT^ one, since, in a 
frame in which it is at rest the body measures the same as before; but, 
as far as effects on surrounding bodies are concerned, the contraction is 
as real as if it were due to a drop in temperature. For example, a 
row of similar crystals placed in contact, and then accelerated equally 
so as to preserve the spacing of their centers, would separate because 
of the contraction under discussion and would allow light to pass 
through between them. Perhaps we might say that we have here a 
sort of kinematical perspecUve, analogous in a way to the ordinary 
experience that an object appears to change in size as it recedes into 
the distance 

Unfortunately, these effects are too small to observe on the labora- 
tory scale. It can be said, however, that the negative result of the 
Michelson-Morley experiment, when considered by an observer relative 
to whose frame of reference the apparatus is m motion, is due to the 
contraction in question. 

There is a somewhat similar effect in time. Consider any good 
clock,” by which is meant a physical system contaimng a periodic 
motion or process which can be used to mark off equal intervals of 
time; to make it a ^^good” one, let the period of this process be always 
the same when measured in a frame in which the system is momen- 
tarily at rest. Accordmg to the first postulate a vibrating atom will 
constitute such a clock Let the clock be at rest m S\ and let an 
mterval equal to its period as observed m this frame be 


- ^ = To. 
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Theu x' is constant at the clock, hence the corresponchng interval and 
penod in S will be, from one of Eqs (53), 

T = U ^ tx = y{ti — t[) = yTo 

This result has again a double meaning Its most inteiestmg 
meaning is that the effects of one physical system on another relative 
to which the first is moving at velocity u are modified just as if all 
natural processes on the moving system were slowed down in the 
ratio \/l — u^/c^ Let vq be the frequency of some natural process 
on the moving system, as measured in a frame of reference that is 
moving with this system and in which the system is, therefore, at 
rest. Then the frequency of this same process, as measured in another 
frame relative to which the system is moving with velocity w, is 



It follows, for example, that spectral lines, when observed with a 
spectroscope relative to which the atoms emitting the lines are in 
motion, should show a slight displacement toward the red, as compared 
with the lines from stationary atoms, this displacement being super- 
posed upon the ordinary Doppler effect. This effect appears actually 
to have been observed by Ives, working with canal rays in hydrogen ^ 
62. The Transformation of Velocities. — The Lorentz transforma- 


tion leads to important formulas for the transformation of velociHes 
from one frame of reference to another. These formulas are easily 
obtained by noting that, if any moving entity has a velocity v relative 
to S as measured by the observer who uses S, or relative to S' when 
measured by the S' observer, ivith corresponding Cartesian compo- 
nents Vxj Vyj Vz and t;', t>' , i;', then 


dz 

dV 


~ dt'" 


On the other hand, from (52) 

dx' = y{dx — udt) dy' = dy 



From these expressions, one finds by substitution that 


" 1 - uv^/c^' y(l - uv^/c^y 


1 Ives and Stilwell, J 0 S A j vnl. 28, 215 (1938). 


Vi 


(66a, 6,c) 
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As an example illustrating the mode of deduction, 

^ = yidz — udt) _ _dz/dt — u _ Vx — u 
dt' y{dt — vdx/c^) ~ 1 — udx/c^dt ~ 1 — uvx/c- 

By means of these equations we can finally verify that the Lorentz 
transformation makes the speed of light in vacuum always equal to 
c For from (56a, 6, c) we find, for the square of the velocity v', 

+ <' + - (i - L:/cr b- - + 0 - 1) w +”»]■ 

If now 2 ; == c, bO that vl ^ the expxessioii in brackets 

becomes 

_ 

c 2 ) ’ 

so that 2 ^'^ = and v' = a In a similar way it can be shown that 
2 ; = c if 2 ;' = c 

If, on the other hand, v < c, then so is 2 ^', and vice versa, as can 
leadily be shown 

The equations just given for the transformation of velocities as 
measured in different frames should not be confused with the ordinary 
rules for the composition of two velocities measured in the same 
frame The latter rules are, of course, still valid. To take a numerical 
example, let two electrons, ejected from a filament stationary in Sy 
move off with equal speeds of magnitude 0 9 c, one going toward — rc 
and the other toward +x. Then their speed relative to each other, 
still measured in 5^, is 1 8 c, by the usual rule. This exceeds c. But, 
if we make te == — 0 9 c, so that the frame S' keeps up with the electron 
going toward — x, by (56a) the velocity of the second electron relative 
to the first, measured now in S'j is 

[0 9c - (~0 9c)] _ 18c 
( 1+0 9V/c2) i 81' 

which IS a little less than c 

If in Eqs (56a, 6, c) we let c—^ 00 , so that 7 — » 1 , the equations 
approach the form that is familiar in Newtonian kinematics 

V'y, == 2 ;^ — -U, 2 ^i = Vyj V'^ = V, 

At the same time the equations of the Lorentz transformation, Eqs. 
(52), pass over into the Newtonian ones as given in Sec. 56 Thus 
the Newtonian relations constitute an approximation that is vahd 
as long as we are dealing with velocities much below that of light; 
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63. Relativistic Mechanics. The Variation of Mass.— The laws 
of mechanics as they left the hands of Newton are found upon examina- 
tion to be not quite in harmony Muth the new theory of relativity. 
The necessary collections to them were discovered originally m study- 
ing the motion of charged particles in electromagnetic fields. The 
proper relativistic corrections can also be inferred without difficulty 
from a study of ordinary mechanical phenomena 

For this purpose, we select for study a phenomenon the outcome 
of which can be inferred from considerations of sjunmetry, so that 
it cannot be in doubt Let two exactly similar elastic balls approach 
each other along parallel lines and at equal speeds relative to a frame 
of reference S', and let them collide with each other elastically Then, 



Fig. 29 — Diagram of a sym- Fig 30 — The same collision 

metrical collision of two similar viewed from another frame of 

balls. reference. 


by the law of conservation of energy, their total kinetic energy must 
be the same after the impact as before, and, because of the symmetry, 
this requires that the balls rebound with their speeds unaltered and 
with their directions of motion deflected through the same angle 
(Fig 29) In describing the collision, let Cartesian axes be drawn 
so that all lines of motion make equal angles with the rr-axis and are 
parallel to the xy plane. Let the x'-component of velocity of the two 
balls relative to S' be — and + 2 ;^, respectively, where v' > 0. 

Now let us describe this same collision in terms of another frame 
of reference, S, which is moving toward — x relative to S' at velocity 
—u, where u = and let the axes m S be drawn in the usual manner. 
Then one ball, which we may call A, as viewed from frame S, moves 
up in a direction parallel to the y-axis and rebounds with a simple 
reversal of its motion, whereas the other, which we may call B, rebounds 
obliquely (Fig 30), 

In terms of either frame, the x-component of the velocity of both 
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balls remains constant; the ^/-component, on the other hand, becomes 
exactly reversed by the collision As measured in S', let the t<f-com- 
ponent of the velocity of A before the collision be r'; then, because 
of the assumed symmetry, the corresponding component of B is 
—Vy According to Newtonian mechanics, these components ivould 
also have the same values when measured in the S frame. The 
requirements of relativity, however, make this impossible In teims 
of S, let the y-velocity of A before the collision be Wy, that of B, —Vy. 
Then, by applying (566) to the ^/-velocity first of A and then of B, 
we obtain the two equations 

being the a;-component of the velocity of B referred to S 
Dividing these two equations, we find that 


t>y _ UVx 

Wy 


(57) 


Thus Vy < Wy, so that, as viewed from S, ball B suffers a smaller 
change in its y-component of velocity than does A. 

This result makes it clear that the mechanics of Newton as it 
stands is not in harmony with the new theory of relativity It needs 
some sort of correction The form of this correction cannot be inferred 
from the theory of relativity alone; but a hint as to its probable 
form is furnished by the theory of the electromagnetic field In 
Sec 33 it was found possible to preserve the principle of the con- 
servation of momentum, but the momentum of a charged body was 
not found to be exactly proportional to its velocity, as it is in New- 
tonian mechanics. The inertial mass of a charged body, defined as 
the ratio of its momentum to its velocity, was found to increase 
with the velocity, because of the electromagnetic momentum in the field. 
This suggests that in revising the laws of mechanics we should endeavor 
to preserve the principle of the conservation of momentum but should 
allow the inertial mass to vary 

Let us assume, therefore, that in the collision just described the 
two balls undergo equal and opposite changes in their ^-components of 
momentum, defining momentum m the usual way as the product of 
inertial mass and velocity. Then, if ms are the respective inertial 
masses of the two balls relative to frame S, we have 2mA.Wy = 2mBVy; 
hence 
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by (57 j But u = and v':, represents the r-component ot the velocity 
of B referred to ST Hence by (50) 


u 


Vx — u 
1 — UVx’C^ 


Vlultiplymg this equation through by (I — uv^/c-), we obtain 


theiefore 


Hence 



(58) 


To see what this result implies, let Wy 0, so that also rj, — ^ 0 
Then approaches a limit Wo, which is known as the rest mass or the 
mass of the ball for its initial motion out of a state of rest The 
other ball £, on the other hand, moves in the limit parallel to x with 
speed V = Vx] and by (58) its mass mb approaches a limiting value m 
given by 



In this equation, mo represents also the mass of B when it is at rest, the 
two balls being by hypothesis just ahke 

Thus the theory of relativity requires that the inertial mass of a 
body shall vary with its velocity v m proportion to (1 — If 

this is assumed, it can be shown that the principle of the conservation 
of momentum can be preserved for all types of elastic collision. The 
mass of the electron has actually been found by experiment to vary 
with velocity in the manner required by the theory of relativity. 
Unfortunately the increase in mass is so small at velocities attainable 
in the laboratory that it has not been detected for any other body. 
Thus Newtonian mechamcs represents an approximation to the cor- 
rect mechanics which is close enough for all ordmary purposes 

The momentum of a body of mass m moving with speed v can then 
be written in either of two forms, thus. 



MqV 

(1 - 


(60) 
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64* Force and Kinetic Energy. — All other mechanical terms and 
principles need now to be scrutinized m order to see whether or not 
they require changes 

The force on a body may be defined as the mte of change of its 
fnomentum This defimtion is certainly valid in N ewtonian mechanics 
If the mass varies, however, and if we retain this definition of force, 
we are compelled to abandon the famihar F — ma; for in linear motion 
we have then 

ET d . . dv . dm . dm 


Because of this complication, it is usually best to attack problems in rel- 
ativistic mechamcs in terms of momentum rather than of acceleration. 

The defimtion of work as force times distance and of energy as 
stored work can be retained without change. This procedure is m 
harmony with electromagnetic theory The new expression for the 
kinetic energy T of a moving body can then be found in the usual way 
by calculating the work done in setting it into motion This gives 


J pds = j j — J vd{mv), 

since ds/dt = v, the instantaneous velocity. Inserting the value of 
the mass m from Eq (59), we have then 


T 


— J vd(mv) — J vd 

v^/c^ 


moV 


(1 - vyo^)y^ 


L W L r 

+ (1 - ~ ""Vo (1 - V 




/C^)H 


dv 

2/^2)^ 


moc^ 


(1 - vyc^)^\ 


Thus we find, for the kinetic energy of a body of which the rest mass is 
mo, when moving with speed v, 


T = _ lY 

VVi T / 

We can also expand in powers of v, obtaining 

(x-r= 


( 61 ) 


^ 20=* ^ 8c^ 


SO that 


^ 1 . , 3 

T = ^mo2A- + 8^0^ 


Thus, a n<^c) T reduces approximately to the ordinary value for the 
kinetic energy, Under the same circumstances, the momen- 
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turn can also be written, as usual, rti^v In general, Newtonian 
mechanics constitutes an approximate form of mechanical theory that 
is valid for any motion which is slow as compared with the speed of 
light 

66. A Relation between Mass and Energy. — Combining Eqs (59) 
and (61), we can write 

T = (m — mo)c*. (62) 


Thus the kinetic eneigy of a movmg body equals times its gam 
in mass due to the motion. This relation suggests that we may think 
of the increase in energy as the actual cause of the mcrease in mass 
As we have seen, the momentum present m an electromagnetic field 
can easily be accounted for m terms of a similar idea It is then an 
attractive hypothesis to suppose that even the rest mass mo is due 
to the presence of an internal store of energy of amount moc* This 
may be called the rest energy of the body 

The total energy of a moving body would then be moc* + T or 


W = mc^ 


Vl - z'Vc*’ 


(63) 


and we can write for its inertial mass 


m 



and for its momentum 



(64) 

(65) 


For some purposes, it is useful also to have a relation between W and p 
that does not involve v From (63) and (65) 

= m§c^ + p^c^ (66) 

The foregomg relations suggest that inertial mass may be a property 
of energy rather than of matter as such, each erg of energy possessing, 
or having associated with it, 1/c** gram of mass The law of the 
conservation of mass then becomes merely another aspect of the 
law of the conservation of energy. 

These ideas have proved very useful in deahng with nuclear phe- 
nomena, which will be described m a subsequent chapter It appears 
to be possible, for instance, for a y-ray photon, impinging upon a 
nucleus, to be converted into an electron and positron In such a case, 
the energy of the photon reappears m part as the kinetw? energy of the 
particles but largely as their rest-mass energy 2moc®, 
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Some physicists piefer to speak of a conversion of energy into masb 
in the case just cited; they would say that neither energy by itself nor 
mass by itself is conserved, but only the sum total of mass times c" 
and energy. In this usage the term ^‘mass” is restricted to “rest 
mass ’’ The view stated above seems to be prefeiable, but the dif- 
ference IS scarcely more than a matter of words. 

The association of mass and energy is not limited to kinetic energy 
or to the rest mass. It can be shown that relativity requires mass, 
or at least momentum, to be associated even with potential energy 
This is easily shown in special cases; it may be worth while to give an 
example 

Suppose two equal masses, moving wuth equal and opposite 
velocities along the a:-axis as seen by an S observer, collide with each 
other, a spring acting as a buffer between them; just as they come to 
rest, let a lock snap shut and hold them thereafter combined into a 
single mass. In this process, the initial kinetic energy of the masses 
IS converted by the colhsion into potential energy of the spring Let 
us view this collision from a second frame of reference, S\ that is 
moving with velocity u parallel to rr. Then, if the velocities of the 
two bodies before the collision, as measured in S, are t^i — 

== Va .2 == —V, the same velocities as measured in S' are, by Eq. (56a), 



Therefore, 








the last term bemg obtained in this form after inserting for under 
the radical the first expression given for v[ above Similarly, 


(. - 1)“ “ - (x - ly 




y% 

*0 I IT” I 


The total momentuin before collision is, therefore, 

mip{ mov^ _ I 1 ^ 

■y/l — t»iVc* V*! — vf/c? * \\/l — \/l — 

( 67 ) 
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On the other hand, if we suppose the rest mass of the combined 
body after collision to be merely'" the sum of the rest masses of the 
separate bodies, or 2mo, the total momentum after collision is 

— 2m(sU 

\/l u^/c^ 

by Eq. (60), since the velocity of the combined body is then - w. This 
is not equ^ to the momentum before collision, as given by (67) , this 
can be seen very easily in case v'l and are both either greater or less 
than 11 . 

Thus conservation of momentum fails if only the rest masses are 
taken into account But now suppose we include in the mass of the 
combined body the mass that is to be associated, in the manner 
described above, with that part of the kinetic energy relative to S' 
which has been converted by the collision into potential energy of the 
spring Then we have a total amount of mass which is proportional 
to the total energy; and, in consequence of the conservation of energy, 
this total mass is a constant. The total mass after the collision is, 
therefore, the same as it was before the collision or 

lup , mp 

VI - v'^/? Vi ~ 

If we multiply this value of the total mass by the common velocity 
of the bodies after the colhsion, which is —u, we obtain for the total 
momentum after collision exactly the same expression as that given in 
Eq (67) for the total momentum before collision. The principle of the 
conservation of momentum thus holds here if, and only if, we assume 
that the potential energy in the spring makes its proper contribution 
to the mass and momentum of the system. 

66. Relativity and Electromagnetism. — Contrary to the situation 
in mechanics, a review of the laws of the electromagnetic field shows 
that these particular laws are in harmony with relativity just as they 
stand. This might have been expected in view of the fact that the 
theory of relativity actually developed out of experiments in that part 
of the field of electromagnetism which is called “optics.” 

The distinction between the electric field and the magnetic field 
becomes, however, from the new point of view, in part a relative one, 
depending upon the frame of reference that is being employed. This 
conclusion, at first sight surprising, can be reached by means of 
elementary considerations. For example, if there is a set of electric 
charges at rest relative to the S frame, they will produce, as determined 
with the use of this frame, only an electrostatic field. But to an 
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observer using an S' frame in motion relative to S, these same charges 
will constitute current elements and will be surrounded by a magnetic 
field as well The general formulas for the transformation of elec- 
tromagnetic fields from one frame of reference to another will not be 
deduced here, but they are easily stated 

As measured by the S observer, let the components of the electric 
field strength, in electrostatic units, be Eyj E^^ and let those of the 
magnetic field strength, in electromagnetic units, be Hxj Hy, Hz; let 
the corresponding quantities as measured by the S' observer be 
indicated by the same symbols with the addition of primes As usual, 
let S' have a velocity u relative to S, parallel to the x-sixis, and let 
7 = 1/vr “ u^/c^j c being the velocity of light. Then the equations 
of transformation for the electromagnetic vectors are 

E', = Ex, 

E'„ ^y{Ey- 

Ei = y(E. + 

Isolated charges measure the same in all frames; this must be so, 
since the charge on an electron must be a universal constant, and the 




Fig. 31 — Diagram of a point charge moving relative to S, stationary relative to Sl 


number of electrons in a body, like the number of distinct objects in 
any given group, must be the same in all frames of reference. Further- 
more, the usual rules for the force on a moving or stationary charge 
still hold; they furnish, in fact, the definition of what is meant by E 
and H, 

The formulas just written may be used to ascertain the effect 
of uniform motion upon the field of a point charge and thereby to 
deduce certain formulas that were stated without proof in Chap. II. 

Let a charge qhe moving with speed w, and take the a:-axis through 
the charge and in the direction of its motion; draw the xy plane 
through any point P in the field (Fig 31) First let us use an 



134 


THE THEORY OF RELATIVITY 


[Chap IV 


frame of reference m which the charge is at rest [Fig 31(6)]. In this 
frame the field is purely electrostatic and is already known; if we take 
the origin at the charge and let be the coordinates of P referred 

to 5', the components of the field at P are, by Coulomb’s law, 




i?' = 0, r'2 = (68a,6,c,d) 


We now change to an S frame, relative to which 8' has a velocity 
parallel to x of magnitude u Relative to S, the charge has a velocity 
V — u. Then, from the second set of the above formulas for the trans- 
formation of fields, since Hy = Hi = 0, we find, changing u to v, 


H, = 0, Hy= - -E., H. = -Ey. (69a, 6, c) 

c c 

Also, inserting these values of Hy and Hs in the first set of the above 
formulas, with u replaced by 

E:==E., E'y = y(l -"^^Ey^^^Ey, 

Ei = y(l~ E, = ^E, (70a, 6, c) 

Thus, atP, Ez = 0, since E'z — 0, and hence, by (696), = 0 Equa- 

tion (69c), Hz — (v/c)Ey, then confirms Eq (19) in Chap 11. 

Also, substituting in (70a,6,c) for E', Ey from Eqs (68a, 6) and 
likewise 

x' = y(x — vt), y' = y 

from the Lorentz transformation or Eqs. (52), we find 




But vt IS the a:-coordinate of q, which is at the origin in S' Hence, 
if r 18 the distance of P from q and if 0 is the angle between the line qP 
and the x-axis (c/ Fig 31a), 

= {x — vty + y^, X — vt = rcosd, y = rBind. 

Thus 

r'2 = x'^ + y'^ = yi{x - vtY -h -H (y^ - l)(x - vty 

— -1- (y* — 1) cos^fl], 

and the expressions just found for Ex and Ey can be written 

P y cos q jp _ y sm ^ q 

* II + (7* - 1) “ [1 -I- (y2 - 1) cos^O]^?^' 

(71a, 6) 
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Thus Ey/ Ex = tan d, which shows that the electric field points radially 
outward from the instantaneous location of q Furthermore, 


E = {El + El)^- = 


y £ 

[1 + (7^ — 1) cos^flj'^r-*’ 


Hx = -Esind 
c 


from [69c]. These last two equations were cited without proof in 
Chap II 

In similar fashion, Eq. (23a) m Chap. II, for the radiation field 
emitted by any charge in linear accelerated motion, can be deduced 
from Eq (22) m that chapter, which gives the field for a charge under- 
going acceleration out of a state of rest 

Many other conclusions can be drawn by transforming fields 
from one frame to another; limitation of space allows only the mention 
of one other The quantity is an invariant,^' i c., for any 

field, _ jjf 2 — £^2 _ the student can easily verify for him- 

self This invariance opens the possibihty for plane waves in space to 
transform into plane waves when the frame of reference is changed; 
for, in such waves, E ^ H, = 0 The direction of propaga- 

tion and the frequency, however, are both altered by the transforma- 
tion, in accordance with the phenomena of aberration and of the 
Doppler effect. 

67. General Theory of Relativity. — In considering the bearing of 
the special theory of relativity upon physical laws, we have said 
nothing about one of the simplest of physical phenomena, viz , gravita- 
tion After publishing the special theory, Einstein took up the 
problem of harmonizing the laws of gravitation with the requirements 
of that theory. Since we must suppose that no physical effect can 
be transmitted from one place to another with a velocity exceeding 
that of light, it may be assumed that gravitational effects are propa- 
gated with a finite velocity What, then, is the law of this propagation? 

At the same time, another idea was active in Einstein’s mind. 
In the special theory, only unaccelerated frames of reference had been 
compared. Why this limitation? Could not the principle of rela- 
tivity be generalized somehow so that frames of all sorts would stand 
on an equal footing? 

In studying these questions, Einstein was impressed by the fact 
that gravitational acceleration is exactly the same for all bodies, 
however much they may differ m density or in other properties. In 
this respect, gravitational acceleration resembles the relative accelera- 
tion which appmrs when a frame of reference is itself subjected to 
acceleration. The latter effect is a matter of common experience. 
Every one knows how, when riding on an elevator, he seems momen- 
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taiily to become lighter whenever the elevator is accelerated downward 
and heavier when it is accelerated upward. This effect simulates 
closely an actual change in the force of gravity. By no mechanical 
experiment, indeed, can an apparent gravitational field thus produced 
be distinguished from a true field due to gravitational attraction 

Eventually^ Einstein came to the conclusion that, in the neighbor- 
hood of any given point, there should be 7io difference of any kind 
between a giavitational field due to attracting matter and the ''appar- 
ent ’’ field due to acceleration of a frame of reference. This proposition 
he adopted as a postulate called the principle of equivalence. If the 
principle is accepted, it leads to the prediction of a number of physical 
effects hitherto unobserved. 

Light, for example, had not commonly been supposed to be subject 
to gravitational action. But suppose the earth^s gravitational field 
were abolished within a laboratory by allowing the whole laboratory 
to fall freely. Then, relative to the laboratory, there would be no 
gravitational attraction. A ball thrown out horizontally would travel 
in a straight hne relative to the laboratory, not m a parabola By 
the principle of equivalence, therefore, a ray of light projected hori- 
zontally would also appear to travel in a straight line; for conditions 
relative to the laboratory are the same as they would be out m space 
far from all attracting masses, and there is no doubt that in such 
locations rays of light are straight. Relative to the earth, however, 
the path of the ray of hght would be slightly curved 

In view of the principle of equivalence, it can be said that we our- 
selves perceive a gravitational field on the earth only because we are 
using the wrong frame of reference. We ought to use a frame relative 
to which the earth is accelerated upward at the rate g] using such a 
frame, we would find that the apparent gravitational field had com- 
pletely disappeared From this standpoint gravitational influence 
consists merely in determining what class of frames it is, relative to 
which there is no apparent field, and relative to which free bodies 
move in straight lines Such frames are called, in a refined sense of 
the terms, inertial or Galilean frames of reference. 

It does not follow, however, that the gravitational influence of 
one piece of matter on another is entirely illusory. For only a uniform 
gravitational field can be transformed away in its entirety by a proper 
choice of the frame of reference In the neighborhood of a single 
point, any field can be transformed away; but, in general, the choice of 
frame that does this varies from point to point. For example, relative 

^ Cf Einstein", A., ^‘Ongiiis of the General Theory of Helativity,” Jackson, 
Wyhe and Co., Glasgow, 1933. 
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to a frame falling freely in New York there is no gravitational field 
in New York, but there is one of double strength in Australia- 

68. Einstein’s Law of Gravitation. — There remains for consider- 
ation the problem as to the law according to which gravitating matter 
determines just which frames have the inertial property- The law 
must be such that its consequences agree with those derived from 
Newton’s law of gravitation as a first approximation, since this law 
describes the motions of the solar system with high accuracy, and it 
must also be in harmony with, the special theory of relativity Einstein 
surmised that the law could probably be stated most simply in terms 
of a formulation that would permit the use, not only of any frame of 
reference m the ordinary sense, but of any sort of generalized coordi- 
nates With the aid of the mathematician Grossmann, he found out 
how to write physical laws in a form that is vahd for any choice 
of space-time coordinates whatever. The method involves the use 
of general tensor analysis, which is too complicated for any example of 
it to be given here. Suffice it to say that Einstein found that, among 
all possible guesses as to the correct law of gravitation, one stood out in 
contrast to all others as the simplest in mathematical form. Therefore 
he adopted this law as a tentative h 3 rpothesis^ and then proceeded to 
look for predictions based on it which could be tested by experiment 

From the new law of gravitation thus obtained, Einstein deduced 
three novel effects that might be accessible to observation: 

1 Rays of light passing close to a heavy body should be bent 
toward it. In the case of the sun, the deflection should be inversely 
proportional to the distance of closest approach of the ray to the 
sun’s center and, for a ray just grazing the sun’s surface, should 
amoimt to 1.75 seconds of arc. Stars seen near the sun, for example, 
during an eclipse, should appear to be displaced outward by this 
angular amount. 

2 Physical processes in a region of low gravitational potential, 
when compared with similar processes at a point of high potential, 
should be found to take place more slowly. Consequently, atomic 
vibrations on the sun should appear to be slowed down, and spectral 
lines observed in the spectrum of sunlight should be shifted slightly 
toward the red, as compared with lines emitted or absorbed by the 
same elements on the earth. 

3. The motion of the planets should be very slightly altered. In 
particular, the perihelion of the orbit of Mercury should be caused to 
precess about the sun at the rate of 43 seconds a century. The effect 
on the other planets would scarcely be detectable 

1 EiNS'rniisr, Arm. d. Physik^ val. 4% p. 769 (1916). 
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It appears that all three of these effects actually occur In the 
case of Mercury, calculation shows that perturbations by the othei 
planets should cause an advance of the perihelion by moie than 500 
seconds a century, but the observed advance is about 43 seconds greater 
than can be accounted for m this manner Thus Einstein’s theory 
lemoved an anno 3 ung discrepancy in astronomical theory 

The new theory of space, time, and gravitation thus arrived at is 
known as the general theory of relaitvtty. According to this theory, the 
spatial behavior of matter is not quite Euclidean. If a triangle of 
astronomical size near a heavy body like the sun were surveyed by 
means of rigid rods, with or without the help of light signals, the angles 
would not quite add up to 180°; and so on We have no space to 
pursue this fascinating subject further, however, nor to discuss its 
astronomical applications, which are connected with the question, not 
yet answered ivith certainty, as to the assumption that should be 
made concerning the outlying parts of space. Is space finite or 
infanite ? Is it expandmg, as the velocities of the nebulae are sometimes 
supposed to suggest 

For further study of such questions, the student must be refeired 
to other books or to the hterature 



CHAPTER V 

THE ORIGIN OF THE QUANTUM THEORY 

The quantum theory, first proposed by Planck in 1900, arose 
out of the inability of the classical physics to explain the experimentally 
observed distribution of energy m the spectrum of a black body. 
We have seen in Chap III how, likewise, the older theory of radiation 
could not explain the experimentally observed facts of the photoelec- 
tric effect. In the present chapter, we shall first discuss certain 
observed phenomena of radiation which any theory must explain. 
We shall then show just how far the problem of black-body radiation 
can be solved by classical methods, and at precisely what point these 
classical methods failed and the introduction of the concept of quanta 
seemed to offer the only solution to the problem. 

The phenomenon of black-body radiation is, however, of relatively 
minor importance in experimental physics. If the student does not 
wish to spend time upon it, he can without diJSiculty skip this chapter 
and proceed at once to the next. 

69. Thermal Radiation. — It is a matter of common observation 
that bodies when heated emit radiant energy — or, more simply, 
radiation — ^the quantity and quality of which depend, for any given 
body, on the temperature of that body. Thus, the rate at which an 
incandescent lamp filament emits radiation increases rapidly with 
increase in the temperature of the filament, and the quality of the 
radiation, as observed visually, changes markedly as the temperature 
increases — the emitted light bemg ''whiter^’ at higher temperatures. 
Radiation, the quantity and quality of which, emitted by any given 
body, depends solely on the temperature of that body, is called thermal 
radiation It is a characteristic of thermal radiation that, when 
dispersed by a prism or other similar means, a conhnuous spectrum is 
formed In order that thermal radiation may become visually observ- 
able, it IS necessary that the temperature of the radiator should be 
500 to 560®C. or above. Furthermore, thermal radiation is emitted, 
ordinarily, only by sohds or liquids. 

In the present chapter thermal radiation will be called simply 
'^radiation,” the adjective being omitted to save repetition A com- 
plete account of the subject will not be attempted, the student being 
referred for this to the standard treatises on heat; only those features 
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Will be discussed which bear on the fundamental problem that led to 
the quantum theory. 

70. Some Fundamental Concepts and Definitions, (a) Total 
Emissive Power, — The rate at which a given body emits radiation 
depends upon the temperature of the body and on the nature of its 
snrface. We may define the total emissive power , symbol E^ of a body 
as the total radiant energy emitted per unit time per imit area of sur- 
face of the radiating body.” The total emissive power E increases rap- 
idly with increasing temperature. Thus, the total emissive power of 
cast iron at a temperature of 1600°K.^ is about 1.1 X 10® ergs per 
square centimeter per second; that of tungsten at 2450°K is about 

5 X 10® ergs cm.“^ sec (or 50 
watts cm.“2). 

(6) M onochromahc Emissive 
Power, — If the radiation from a 
heated body, such as an incandes- 
cent lamp filament at a given tem- 
perature, be dispersed into a 
spectrum by a prism or other suit- 
able device, it will be found, by 
means of a sensitive thermopile, that 
the energy in the spectrum is dis- 
tributed among the various wave 
lengths in a regular manner, as is 
shown by the curve in Fig. 32, 
which shows the distribution of 
energy in the spectrum of tungsten 
at a temperature »of 2450°K We 
may define the monochromatic emissive power e\ at any given wave 
length X by saying that the radiant energy emitted in the spectral 
range X to X -h dX, per umt area per unit time, is given by e\ dX. 
Thus, the ordinates of the curve in Fig. 32 are ex, and the area of the 
shaded strip is ex Obviously E and ex are related as follows: 

E ^ CxdX. 

That is, the total emissive power is proportional to the area between 
the curve and the wave-length axis, 

^'Emissive power” is not to be confused with ^^emissivity,” which 
we shall define later. 

^ “K ” rftfers to the ah^<4nte Kelvin scale of temperature, in centigrade degrees. 



Wavelength 

Fig. 32 — Distribution of energy in the 
spectrum of a tungsten lamp 
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(c) Intensity of Radiation pom a Surface , — Let dS (Fig 33) be a 
small surface element of a radiating bod}" Describe about dS a 
hemisphere of radius p and let dJS, located at P, be a small element of 
the surface of this hemisphere, the radius OP to this element making an 
angle 6 with the radius ON which is normal to dS The rate dQ/dt 
at which radiant energy is incident upon dB is easily seen to be pro- 
portional to (1) the area dJ5, (2) the area 
dS of the radiator, and (3) to l/p^, 
because of the inverse-square law. It 
will depend also upon 6. The apparent 
area of dS as seen from P, or the area of 
the projection of dS upon a plane perpen- 
dicular to OP, is dS cos 6 It might be 
thought, therefore, that dQ/dt would be 
proportional to cos 6; and this well-known ''cosine law’' is, in fact, 
approximately obeyed by most surfaces We can write, therefore, 





dt 


i dS cos 6 


dB 


(72) 


where i is a quantity that is nearly or quite constant for a given 
radiator at a given temperature. Or, since dB/p^ is the element of 
solid angle do3 which the area dB subtends at O, i may be defined by the 
equation 

dSdco cos d 


The coefficient ^ is called the (total) intensity of radiation from dS in the 
direction OP, It represents the rate at which dS radiates energy in a 
given direction per unit solid angle and per unit of its own area as 
projected on a plane perpendicular to the given direction.^ 

The defimtion Just stated applies to the total radiation from the 
surface As in the case of emissive power, we may designate by 
"monochromatic intensity of radiation,” symbol 4, the intensity of 
radiation in a wave-length range dX at wave length X. 

When i is the same in all directions, there is a very simple relation 
between it and the total emissive power E. Referring to Fig. 33, we 
may choose as an element of area of the hemisphere a ring of width pdd 
and of length 27rp sin B, the area of the ring being, thus, 2nrp sin 6 p dB, 

^ The proieerion of a plane surface dS on a plane making an an^e 9 with dS 
has pu, area dS cos 6, sm^oe ah hnes on d8 that are perpendicular to the intersection 
9 f t|i» two platoeSj are shortened by projection in the r^tio cos Of whereas jluies 
paralel to the We of intersection are not shortened at aU. 
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The flux of energy dQ/dt through this ring is given, as in Eq. (72), by 

^ = ids cos ==2ndSGOsdsmede 

dt 

If this equation is integrated from ^ = 0 to ^ == x/2, we shall have the 
total rate of flux of energy dQjdt from dS We have designated by E 
the total rate of flux of energy per unit area from a surface Therefore, 

== 2Tn f cosBsmddS = Trtsin^^ 
dS J 0 0 

Therefore 


B = TTl. 


(73) 


And similarly we have 

ex = «x. 

(d) Absorptivity . — In general, radiation falling upon a surface is 
partly absorbed, partly reflected, and, unless the body be very thick 
or very opaque, partly transmitted. We shall define the ahsorptiinty 
of a surface, symbol A, as the fraction of the radiant energy, incident 
on the surface, which is absorbed. Absorptivity is (1) a pure numeric, 
(2) for any actual body, less than umty, and (3) varies greatly with 
wave length of the incident radiation and, to a lesser extent, with the 
temperature of the absorber. 

A surface whose absorptivity is unity for all wave lengths is called 
an "ideal” black surface No such surface actually occurs in nature, 
but some bodies, such as black velvet or lampblack, reflect only a 
very small fraction of the incident radiation. It will be seen presently 
that in the theory of radiation a special interest attaches to the ideal 
black surface or body. 

A very simple relation exists between the absorptivity of a surface 
and its total emissive power E. Suppose that two surfaces have total 
emissive powers Ei and and absorptivities Ai and As, respectively. 
By considenng the thermal equilibrium of such surfaces when present 
in an isothermal enclosure, as described in the next section, it can be 
shown that necessarily 

— = < (74) 

El Ai ^ 

If, in particular, we make Ai = 1, so that the first surface is black, 
El has obviously the maximum value that is possible at the given 
temperature; for Ai in the last equation caimot exceed unity. Thus 
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no surface can emit more strongly than a black body. If Eq is the 
total emissive power of a black body and E the total emissive power 
of any other body whose absorptivity is 4, we find from the last 
equation that 

E = AjBo. (75) 

These conclusions are known as ^‘Kirchhoff’s law’’ and have all 
been confirmed by experiment The same relations can be shown to 
hold for each wave length separately. 

(e) Reflectivity — We may define the reflectivity of a surface, 
symbol R, as the fraction of the radiant energy incident upon the sur- 
face, which IS reflected. is a pure numeric. 

(/) Transmissivity — ^Likewise, we may define the transmissivity, 
symbol T, of a body as the fraction of the radiant energy, incident 
on the surface of the body, which is transmitted. We shall, in this 
chapter, confine our attention to cases where the body is so thick or so 
opaque as to transmit no energy, f.e., to bodies for which T = 0. In 
these cases, since all the incident radiation is, then, either reflected or 
absorbed, we may write 

A + R^1. 

{g) The Density of Radiation . — The radiant energy per unit volume 
in a stream of radiation is spoken of as the energy density of the 
radiation,” symbol yp Thus, the solar constant^ is about 1.94 calories 
per square centimeter per minute or 1.3 X 10® ergs per square centi- 
meter per second This is the amount of energy contained m a 
column of solar radiation 1 cm.^ in cross section and 3 X 10^® cm 
long, f e , in 3 X 10^® cm ^ The energy density of the sun^s radiation 
in the neighborhood of the earth is, therefore, 

1 3 X 10® 

^ ^ ^Qio = 4 3 X 10“® erg per cubic centimeter. 

In the case just considered, the radiation is streaming in parallel 
directions A different condition exists in the intenor of a hollow, 
heated enclosure Here radiation is streaming back and forth in all 
possible directions The term energy density” then refers to the 
total quantity of radiant energy in unit volume 

// a surface obeys the cosine law, so that the intensity i of the radia- 
tion emitted by it is the same in all directions, then a simple relation 

^ The solar constant is the amount of the sun^s radiation received on unit area 
in umt tune, the receiving area being perpendicular to the sun’s rays and at a 
distance from the sun equal to the mean radius of the earth’s orbit. 
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exists between the total emissive power E of the surface and the energy 
density in the emitted radiation at points near the surface. For, 
referring again to Fig 33, let the radius p of the sphere be made very 
huge Then all rays drawn from points on d& to points on dB may 
be regarded as parallel The ladiant energy emitted in 1 second from 
dS, in the direction of the radius to dB^ will be contained, therefore, 
in a cylinder whose length is the velocity of light c (vacuum being 
assumed) The cross-sectional area of this cylinder is dS cos B (this 
being the area of the projection of dS on a plane perpendicular to the 
ladius) ; hence its volume is 

dV = cdScosB. 


The magnitude of the radiant energy is dQldt times 1 second or, by 
Fq. (72), 

dE = idSoosO^ 


Dividing dE by dV, we have for the energy density due to this radiation 
anywhere inside the cylinder and hence, in particular, at points near 
the surface, 



Since ^ is assumed to be uniform and since JdJS = 27 rp 2 (oi half the area 
of the sphere), the total radiation density near the surface is thus 


Comparison of this equation with (73) above shows that 



(76) 


Furthermore, if we define as “monochromatic energy density,” 
sjunbol ^x, a quantity such that dk is the amount of energy present 
in unit volume in the form of radiation in a wave-length range dX 
at wave length X, then clearly 


^x = (77) 

Note . — There is considerable confusion m the terminology of the emission and 
absorption of radiation Thus, for the quantity which we have herein defined as 
‘'total emissive power,"' one finds used, variously, such terms as “radiatmg 
power,"" ‘^emission,"" and “emissmty."" And for the quantity which we have 
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(alle<l '^abaorptivity/’ one finds '‘absorbing power"’ and ‘‘abhorptive powei ” 
The iibe of the word “power"" m “total emissu e powet is consistent with its use m 
mechanics For “pow er "" m the technical sense, in physics and engui€"ering, means 
a “rate of domg work"’ or of dehvermg energy, and a radiatmg surface is emittmg 
energy at a definite rate. But “power” used m connection wuth absorption, as in 
the term “absorbmg pmcer,” is clearlv mappropriate , for the quantity dejined 
does not involve a r aie of absorbmg energy. 

One must distinguish between “absorptivity,” as herem defined, and “coeffi- 
cient of absorption,” which is an entirely different term, referrmg to the absorption 
of radiation in its passage through matter. Thus, if a beam of radiation of intensity 
Jo IS incident upon and passes through a slab of absorbmg material, the thickness 
of which IS dj the mtensity / of the emergmg beam is given by the equation 
/ = where “e” is the Napierian base of logarithms and ju is the coefficient of 

absorption of the material « 

It IS essential, also, to distmguish between the terms “total emissive power” and 
“emissivity ” H E is the total emissive power of a body at temperature T, and 
Eo IS the total emissive power of a black body at the same temperature, we have 
seen that E ^ A Eoj where A is the absorptivity of the substance. Now the 
emissivity of a surface is defined as “the ratio of its total emissive power to the total 
emissive power of a black body at the same temperature”; i e , emissivity equals 
E/Eq Thus the emissivity of a substance is a pure numeric and is equal to its 
absorptivity. The same relations hold between monochromatic emissive power 
and the corresponding absorptivity.^ 

71. The Isothermal Enclosure and Black-body Radiation. — 

cavity whose walls and contents are all at a common temperature is 
called an isothermal enclosure. Such an enclosure is of special intei- 
est because the radiation field inside it possesses some remarkable 
properties. 

It can be shown that in an isothermal enclosure the stream of ra&a- 
tion in any given direction must he the same cts in any other direction; 
it must be the same at every point inside the enclosure; and it must he the 
same in all enclosures at a given temperature, irrespective of the materials 
composing them. Furthermore, all of these statements hold for each 
spectral component of the radiation taken separately. 

The proof of these statements, which can be made quite ngorous, 
proceeds by showing that, if any one of them were not true, it would 
be possible to construct a device that would violate the second law of 
thermodynamics. For example, if the stream of radiation traveling 
west were greater than that travehng north, we could introduce two 
similar absorbers^ one facing east and the other south One of these 
absorbers would then become hotter than the other by absorbing 
radiant energy from the stronger stream. W e could, therefore, operate 
a Carnot engine^ using the two absorbers as source and sink, respec- 

far as possible, the termmology defined in the “International Critical 
Tables” VoL I, pp 34-42, has been adopted in this chapter 
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tively, and so could convert heat continuously into work without 
leaving other changes in the system, in violation of the second law 
Radiation of a particular wave length can be tested by using selective 
absorbers. 

A simple relation exists between the stream of radiation in an 
isothermal enclosure and the radiation emitted by a black body. 
Suppose that such an enclosure contains a black surface Then the 
radiation leaving this surface will consist entirely of radiation emitted 
by it, since such a surface reflects none of the radiation that falls upon 
it Hence the stream of radiation emitted by a black surface or body in 
any direction is the same as the stream of radiation traveling in any 
one direction in an isothermal enclosure at the same temperature. Here- 
after, we shall refer to both types of radiation indiscriminately as 
black-body radiation. 

The energy density in the enclosure, however, will be twice that 
produced just in front of a black surface by radiation emitted by that 
surface alone. For the radiation emitted by the body is confined 
to a hemisphere of directions, whereas in the enclosure radiation is 
traveling in all directions. Hence, for the total energy density nA, 
or the monochromatic energy density in the enclosure, we can 
write, from Eq (75) or (76), 

^ = 4— y (78a, 5) 

c c 

E being the total emissive power or e\ the monochromatic emissive 
power of a black body at the same temperature 

To study black-body radiation, an electric furnace is employed, 
consisting of a long tube, preferably (but not necessarily) with black- 
ened walls, heated by an electric current flowing in a wire wound around 
the tube. The temperature of the central part of the interior is 
measured with some sort of thermometer. A small hole is made 
through the wall, and the radiation issuing through it is observed. 
This radiation approximates very closely that which would be emitted 
by a black body at the temperature of the furnace. 

Black-body radiation is a phenomenon of great interest from the 
theoretical standpoint, because its properties have a universal char- 
acter, being independent of the properties of any particular material 
substance. Several questions press at once for an answer. How 
does the energy density in black-body radiation vary with the tem- 
perature? And what is the spectral distribution of the radiation? 
Furthermore, we wish to understand how this particular distribution 
is brought into existence by the atomic processes going on in matter. 
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Concerning the first two questions, it was found possible, during the 
last century, to obtain further information from thermodynamics 
vnthout making any assumption as to the atomic process. The method 
consisted in considering the effect of expanding or contracting an 
isothermal enclosure and taking account of the work done on the walls 
by the radiation in consequence of radiation pressure. In order to fol- 
low the argument, we must ascertain the relation between the pressure 
and the energy density in uniformly distributed radiation. 

72. Pressure Due to Isotropic Radiation. — Suppose a stream of 
radiation in a vacuum falls normally on the surface of a body. Then, 
if w is the mean energy density in the oncoming waves, they carry also 
w/c units of momentum per unit volume [Eq. (16) in Sec. 33]. Thus 
the waves bring up to each unit area of the surface, along with cw ergs 
of energy [Eq. (12) in Sec. 32], w units of momentum per second, the 
momentum as a vector being directed normally toward the surface 
If the waves are absorbed by the surface, it receives this momentum 
and experiences, therefore, a pressure equal to w.^ 

Suppose, next, that the radiation is incident at an angle 6. Then 
the energy that crosses a unit area drawn perpendicular to the rays 
(PQ in Fig. 34) is received by a larger area of magmtude 1/cos B on 
the surface (PR in Fig. 34). Furthermore, the component of the 
momentum normal to the surface is less than in the case of normal 
incidence in proportion to cos 6. Thus the 
momentum in the direction of the normal that 
is delivered to unit area of the surface per 
second is decreased by the obliqueness of 
incidence in the ratio cos^^, and the resulting 
pressure, if the radiation is entirely absorbed, 

IS 

p = (79) 

w being, as before, the energy density in the incident radiation. The 
same expression holds for the pressure caused by the emission of a 
beam at an angle 6, or for the additional pressure caused by the occur- 
rence of a reflected beam. If an incident beam in which the energy 
density is y) is specularly reflected from a surface at the angle of 
incidence 6, the total pressure on the surface is 2w cos^B. 

Finally, let radiation be streaming toward a surface and also away 
from it with equal intensities in all directions, as in an isothermal 
enclosure. Such a distribution of radiation is equivalent to a large 

1 Pressure and energy density are easily seen to be physical quantities of the 
same dimensions. 
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Fig. 34 
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number of beams of plane waves, all of equal intensity, with then 
directions of propagation distributed equally in direction. Let there 
be N beams in all, and let the energy density due to any one of them 
be w. Then the total energy density just in front of the surface 
and the pressuie p on it are 

^ = Nwj p == ^locos^d “ (80a, 5) 

by (79), 2 cos^^ denoting the sum of the values of cos^^ for all of the 
beams. 

To find this latter sum, imagine lines drawn outward from a point 
0 on the surface to represent the various directions of the beams, 
whether moving toward the surface or away from it, and then about 0 
as center draw a hemispherical surface of unit radius with its base on 
the surface (c/ Fig 35, where only two of the lines are shown). From 

the hemisphere cut out a ring- 
shaped element of area, QSy by 
means of two cones of semiangle 0 
and 6 + ddy drawn from 0 as apex 
and with the normal OP as axis. 
The edge of this element is a circle 
of perimeter 2ir sin and its width 
is do, hence its area is %r sin 6 dS; 
whereas the area of the whole hemisphere is 27r Now the lines of 
approach of the N beams of radiation, if drawn through 0, will cut 
the hemisphere in points equally distributed over its surface. Hence, 
if we let dN denote the number of these lines that pass through the 
ring-shaped element, dN will be to N in the ratio of the area of the ring 
to the area of the hemisphere, whence^ 



dN _ 27rsin^d0 

TT ” 27r 


sin^d^. 


The value of cos^d is the same for all of the dN beams. Hence their con- 
tribution to Xcos^B is coB^d dN or, from the last equation, N cos^B sin B dB 
Thus 


^ cos^^ = j ooB^BdN ^ ^ j 


r/2 


cos^^sm^d^ ~ 3^’ 


(The limit is 7r/2 because directions all around the normal OP are 
included in the ring ) For the pressure we thus obtain, from (806), 
p = y^wN, or, by (80a), 

p - (82) 

^ In more succinct terms, 2x sin ^ is an element of solid angle about 0, having 
the form of a conical shell, and 27r is half of the whole solid angle about 0. 
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Thus the average pressure on the walls ot an isothermal en(4osure 
equals one-third ot the energy density in it. 

73. The Stefan-Boltzmann Law. — In 1884, Boltzmann deduced a 
theoretical law for the variation of the total intensity of black-body 
ladiation mth temperature For this purpose, he apphed the laws 
of the Carnot cycle to an engine in which the radiation played the 
part of the working substance 

The ideal Carnot engine consists of a cylinder with walls impervious 
to heat, a piston likewise impervious to heat and moving without 



ih) Ic) (d) 

Fig 36 — Boltzmann^s radiation engine 


friction, and a base (end opposite to piston) through which heat may 
enter or leave. For our purpose, we shall make the walls, piston, and 
base perfectly reflecting except for a small opening 0 in the base which 
may be covered at will by a perfectly reflecting cover Inside the 
cylinder is a vacuum. Let this cyhnder be placed with the opening 0 
uncovered and opposite an opening m an isothermal enclosure Bi, 
which is maintained at temperature Ti (Fig 36) Then the cylinder 
will fill up with radiation entering it through 0 from Bi until there 
is the same density of radiation in the cylinder as there is in Bi, at 
which time radiation will be passing at the same rate from 0 to £i as 
from Bi to 0. 

Recalhng Eq. (82), we may now consider the following cycle of 
events: 

a Starting with the piston in the initial positionPi [(Fig. 36(a)], the 
initial volume of the cylinder being vi and the initial pressure due 
to the radiation pi = we cause the piston to move upward, 

slowly, until position Pi is reached, the volume increasing to Vi. 
During this process the radiation density within the cylinder 
will remain constant at To keep it constant, additional 
radiation must epter the opening 0 from the enclosure Bi, for 
liwo reasons: 
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1 Work Wc IS done by the radiation on the piston If Ti 
remains constant, so do and pi and 

Wc = — vi) = - Vi). 

2. The volume of the cylinder has increased by (1^2 — Vi), which 
requires an additional influx of energy equal to — Vi), 
Thus the total influx Hi of radiation from Bi must be 

Hi = - vi)- (83) 

This isothermal process is represented on the p-v diagram 
(Fig. 37) by the horizontal line P 1 P 2 The energy Hi is equiva- 

lent to heat supplied to the space within the cylinder, just as 
in an ordinary Carnot cycle the first isothermal expansion is 
accompanied by an absorption of heat. An amount of heat 
equal to Hi must also be supplied from external sources to Bi 
in order to keep the temperature oi Bi constant 
h. When the piston has reached P2, the perfectly reflecting cover is 
placed over the opening 0 [Fig 36(6)], thereby effecting com- 
plete thermal isolation of the interior of the cylinder, and a 
further expansion to position P3 is made. External work is 
done, as before, on the piston, the energy required for this 
external work being supplied by the radiation. Partly because 
of this work and partly because of the increase m volume, the 
energy density of the radiation within the cylinder must decrease 
from ^1 to some smaller value, ^2. The pressure, likewise, has 
decreased This is obviously an adiabatic process It is 
represented in Fig 37 by the line P2P3 

The new energy density ^2 is now equal to the energy density 
in an enclosure at a certain new temperature P2 If the 
expansion during this second process was very small, we may 
represent the change in temperature (Pi — Tf) by dP, and the 
corresponding change in energy density, ypi — ^2, by # Since 
V = MV'; we have then 

dp == K#, (84) 

dp representing the chajige in radiation pressure 
c. The engine is now placed opposite a second isothermal enclosure 
B 2 [Fig. 36(c)], at temperature P2, the slide is removed from the 
opening 0, and the piston is moved, by the application of suit- 
able external force, from Pz to P4 On account of this com- 
pression, there is a tendency for the density of radiation within 
the cylinder to rise and for radiation to pass through 0 into Bt. 
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The compiession is supposed to take place so slowly, howevei, 
that the radiation density remains constant at a value only 
infinitesimally m excess of During this second isothermal 
process, radiant energy in amount leaves the engine. 
d Having reached a suitable point P 4 , the opening 0 is closed, and 
the radiation is then compressed adiabatically until the initial 
position Pi is reached 

The net external work done during this cycle is represented by the 
area PiPJPJPa of Fig 37 If we assume the change of pressure to have 
been very small, this area equals 
{vt — v-^dp ^ Calling the net external p 
work dW, we have, therefore, 

Pi 

dW = (^2 - Vi)dp = }i{v2 - ^i)# 

by (84) Hence, by the usual rule for 
a Carnot cycle. 

Fig 37 — The diagram foi 

dW Ti — dT Carnot cycle of the radiation 

■ __ ^ j engine. 

or, using the value just found foi dW and Eq. (83), 

^ ivi — v\) dxp ^ ^ 
fi (^2 ~ Ti 

Thus, dropping the subscript, we have quite generally 

# — ±§ 1 . 

This equation integrates to give log ^ = 4 log T + const , or 

^ = aT\ (85) 

where a is some constant 

Equation (85) states that the energy density of the radiation within 
an isothermal enclosure is proportional to the fourth power of the absolute 
temperature T, Since the emissive power P of a black body is propor- 
tional to the energy density wjthm an enclosure at the same tempera- 
ture, ix , P o: it follows also that the total emissive power of a black 
body IS proportional to the fourth power of its absolute temperature We 
may write, therefore, for the emissive power of a black body, 

E = <rT^ (86) 

^ This is the area o£ a rectangle of height dp and length P1P2 The small 

triangular areas at the ends will not be equal, but, as dp approaches zero, these 

areas become negligible %n comparison with the arm P1P2P3P4 Hence the differ- 
ence between the latter aren md the rectangle can be ignored m the limit aa # 0, 
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where (t is another constant This equation is known as the ''Stefan- 
Boltzmann law,” the constant a being known as ''Stefan's constant” 
or as the "Stefan-Boltzmann constant” According to Eq (78a) 
above, a and <r are connected by the relation 



c 


The Stefan-Boltzmann law has been conhrmed by numerous expen- 
mental investigations. The values ot the constants c and a are dis- 
cussed in Sec. 85 

74. Reflection from a Moving Mirror. — In the preceding discussion 
no attention was paid to the spectral distribution of the radiation 



(a) ((^) 

Pig 38 — Reflection from a moving mirror 


The question presents itself, however, whether or not the Stefan- 
Boltzmann law can be applied also to the separate wave lengths In 
order to investigate this question, we need to know what happens to 
the spectral distribution of a beam of radiation when it is reflected from 
a mirror that is in motion, such as the piston in the ideal apparatus that 
was employed in the deduction of the last section. 

Let us consider first the effect of such motion upon a monochromatic 
beam. For this purpose we employ Huygens’ principle. In Fig. 
38(a), two successive wave fronts are shown at an instant when they 
have been partly reflected from a mirror MM ; the mirror is supposed 
to be moving with a component of velocity u perpendicular to its 
plane, u being taken positive when the mirror is receding from the 
light AB and DE represent parts of two incident waves which are 
1 wave length or a distance X apart and are falling on the mirror at 
an angle of incidence 0; CB and FE are parts of the same waves which 
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hav^e been reflected and are now leaving the iniiroi at an angle ol 
reflection 6' ^ a dibtance X' apait It is obvious trom the figure that 
X = BE sin X' = BE sin Avhence 


V _ sin^' 
X sm B 


( 88 ) 


If the mirror is stationary, we have 6 — B\ hence X = X'. Other- 
Avise, a second relation is necessary to fix X' and B\ To obtain this, 
consider two succesme posiho7is of the same wave In Fig 38(6), the 
part AjB of a wave is just beginning to fall on the mirror whose instan- 
taneous position is MM, The same portion of the wave at a later 
instant, after it has been reflected at the angle O', is shown by 
the point A being now in contact at A' with the mirror, which is in 
the new position M'M\ While A traveled along the ray AA\ B 
traversed BB^, hence 

AA' - BB' 


The angles BAA' and BB'A', being angles between ray and wave, are 
right angles. It follows, therefore, by similar triangles, that angle 


B'A'B = ABA' 
or 

0 ^ — € = ^ 4 “ 6 , ( 89 ) 


where e is the angle QBA' Furthermore, while A went from A to A' 
with the speed c of light, the mirror moved from ikfAf to M'M' at 
the speed u. Hence, if A 'Q is a perpendicular dropped from A' 
onto MM, 

A'Q __u 

AA'^ c 


or 


JSA^sine __ sine _ n 
JSA'sin(0 + c) ”” sin(0 + e) c 


Substituting here e = — 6), from (89), we have 

sin (^^ "" 
sm h Ib' + 0) c 


(90) 


From this one easily obtains 

tani^' = ^ - tan^ 0 (91) 

^ c — u 


as the law of reflection from a moving mirror. If -u = 0, it reduces to 
the familiar law B' = B, 
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The change of wave length implied by Eq (88) represents a 
Doppler effect due to reflection from a moving mirror It is this 
change which is needed for the further study of thermal radiation 
We shall be dealing only with infinitesimal velocities, however, so that 
B' and 6 are nearly equal For this case w^e can put 0 in the 
denominator in Eq (90), and we can replace the sine by the angle 
in the numerator, obtaining 

-B)= %hxd; 

and, similarly, subtracting 1 from both sides in (88), we have 

— X _ sin^' — sin^ ^ 2cos^^(^^ + ^)sin^(^^ — B) _ B' — B 
X ~ sin^ sin^ smB ^ 

valid in the limit as B' — > B. From these two equations we obtain 


whence, writing AX = X' — X, we have, for the increase m wave length 
upon reflection from a mirror receding with indefinitely small velocity v, 


AX = 2^Xcos0. (92) 

75, Effect of an Adiabatic Expansion upon Black-body Radiation. — 

Returning now to the sequence of operations described in Sec 73, let 
us consider the effect of the adiabatic process (b) upon the spectral 
distribution of the radiation In this process, black-body radiation 
initially at temperature Ti imprisoned in a cylinder with perfectly 
reflecting walls is slowly expanded from an initial energy density to 
a new energy density ^2 Let the former restriction to a small expan- 
sion be dropped The change in direction of the rays that is produced 
by the moving piston, according to Eq (91) above, will tend to make 
the radiation no longer isotropic We can obviate this inconvenient 
effect, however, by letting part of the walls of the cylinder reflect 
perfectly but diffusely A surface of magnesium oxide does this very 
well Then, if the expansion is made very slowly, because all rays 
(except a negligible few) stnke the diffusing surface repeatedly, the 
radiation will be kept effectively isotropic; and the pressure on the 
piston, according to Eq (82) above, will be at all times equal to 

Let the cyhnder have a cross section A and a (variable) length I 
Then, if ^ is the energy density at any moment, when the piston moves 
outward a distance dl, work p dF = ^/A dl is done on it by the force 
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due to radiation pressure This work is done at the expense of the 
enclosed energy, the total amount of which is lA\f/ Hence 

HMdl = -dilAxP) = -Arpdl - Aldi^, 

^ 3 Z' 

and, after integration, 

log^ = — logZ^^ + const., ^ = CZ"”^, ( 93 ) 

C denoting a constant 

Now it can be shown by thermodynamical reasoning that an 
expansion of the type considered here cannot destroy the black-body 
property of the radiation For, at a certain instant, suppose that 
the expansion has reduced the total energy density to ^2 Let Tz 
be the temperature of an enclosure in which the density has this same 
value ypz Suppose that m the cylinder there were more radiation 
per unit volume of wave lengths near some value X' than at the same 
wave lengths in the enclosure, and less radiation near some other wave 
length X". It would then be possible to cause a little radiation to 
pass from the cyhnder into a second enclosure at a temperature Tg 
slightly above T2, by covering the opemng in the base of the cylinder 
with a plate transmitting wave lengths near X' but reflecting all others^ 
and putting the cylinder into communication with the second enclosure 
through this opening In a similar way, enough radiation near X" 
could be passed tnto the cylinder from an enclosure at a slightly lower 
temperature restore the total energy to ^2 Then the radiation 
could be compressed back to the changes in yf/ and I and the amount 
of the work done being just the reverse of these quantities during the 
expansion Finally, putting the cylinder again into communication 
with the enclosure at Ti, we could allow the spectral distribution to 
be restored to that proper to a black body at Ti, but without any net 
transfer of energy between cylinder and enclosure, since the total 
energy density has already been restored to that corresponding to Ti. 
Thus we should have performed a cyclic operation the only effect of 
which IS to transfer heat energy from an enclosure at T" to one at a 
higher temperature TJ' But this is inconsistent with the second law 
of thermodynamics 

Thus black radiation must remain black during any slow adiabatic 
expansion. Its density, and therefore its temperature, however, 
decrease On the other hand, we can determine from the Doppler 
effect how the spectral distribution of the radiation changes In this 

^ Selective reflection and transmission are well-known optical phenomena. 
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way, we may arrive at a knowledge of the effect of changes of tempera- 
ture upon the spectral distribution of black-body radiation 

Suppose, first, that the walls of the cylinder are perfectly reflecting 
Then any ray preserves its angle of inclination to the axis of the 

cylinder in spite of successive reflections 
(c/ Fig 39) and has, therefore, a con- 
stant component of velocity c cos 6 per- 
pendicular to the piston. Thus the ray 
strikes the piston c cos 6/ 21 times a 
second, I being the length of the enclosed 
space; and each time, according to (92), 
the wave length is increased 2u\ (cos B)/c, u being the speed of the 
piston The wave length thus increases at an average rate of 



dK _ ccosB2u\cosd 
dt 21 c 


uK 

T 


cos^^ cm. per sec 


This expression for dX/dt varies with 0 If, however, as assumed 
above, d%ffuse reflection occurs over part of the walls, the waves take 
turns moving in different directions, and hence they all experience 
the same average change in length To simplify the calculation of this 
average change, imagine that each wave moves so as to be perpendicu- 
lar to one of a very large number N of lines equally spaced in direction. 
Then, since the radiation remains isotropic, during a second of time 
any wave must spend l/N second moving in each of the N directions 
While moving in one of these directions, such that the wave makes an 
angle 0 with the axis, its wave length increases by the amount 


Ndt 


^cos^S 

IN 


The total change in X in a second is thus 

S indicating the sum for all N directions But Scos^ff was evaluated 
above and found to equal N /3 [Eq (81) in Sec 72] Hence, all waves 
of length X increase during the expansion at the average rate 

dk _ u\ 
dt ~ 3l' 


Since u = dl/dt, this equation leads to the equations, for a given wave. 


dK Idl 

T = 3T 


logX = log + const , 

X CJC 
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But, by (93), I « and, also, by the Stefan-Boltzmann law, 
Ip cc T*. Hence X « a: T~^ Thus we reach the conclusion that 
the wave length of any given spectral component of black-body radia- 
tion changes during a slow adiabatic expansion in such a way that 

X cc i- (94) 

76. The Wien Displacement Law. — The result just obtained leads 
to an important conclusion concerning the manner in which the spectral 
distribution of black-body radiation depends upon the temperature. Let 
d\ denote the part of the energy in unit volume that is due to waves 
of length between X and X + dX, the total energy density being thus 

dX. Let us fix our attention on a particular spectral range dXi 

at Xi containing energy ^p\i dXi in the black-body radiation at tem- 
perature Ti, Then an adiabatic expansion which lowers the tempera- 
ture to some new value changes the wave lengths of this part of the 
radiation in the ratio Ti/T^, Xi becoming X 2 and Xi + dXi, X 2 + dX 2 , 
where 


X 2 __ Ti X 2 4" dX2 Ti ^ d\% 

Xi 7^2 Xi 4“ dXi 7^2 dXi 


= (95a, 6, c) 


{Cf Fig 40 ) The energy originally in dXi is also decreased, and in the 
same ratio as is the total energy; for, in 
the argument that led up to Eq (93), we 
might have started with only the radia- 
tion in dXi present in the cylinder, and 
then Eq (93) would have been obtained 
for this part of the radiation alone 
Hence, ^X 2 being the new monochromatic 
density of energy. 



fxidXi 
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Fig. 40 — Adiabatic change of 
X and 


by the Stefau-Boltzmann law. Substituting here the value of dk^/dXi 
from (95c), we obtain 


V'Xf T\ 


( 96 ) 


Since is proportional to the monochromatic emissive power of a 
black body at the same temperature, we can also conclude that 

^ = ii. 

®X( T* 


( 97 ) 
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Wave lengths X 2 , Xi, such that X 2 /X 1 = Ti/T% may be called 
corresponding wave lengths for black radiation at these temperatures 
Equations (96) and (97) then state that the monochromatic energy 
density 'in an isothermal enclosure and the monochromatic emissive 
power of a black body when taken at corresponding wave lengths are both 

directly proportional to the fifth power of 
the absolute temperature. This important 
conclusion is known as the Wien displace- 
ment law 

Equations (96) and (97) can be tested 
experimentally by plotting observed val- 
ues of ^\/T^ or of ex/T^ against the 
product xr. The curve thus obtained 
should be the same at all temperatures, 
for at corresponding wave lengths \T has 
the same value and so have the ratios 
rh/T^ and ex/T\ 

In Fig 41 are shown the energy distri- 
bution curves obtained for the spectrum 
of a black body by Lummer and Pring- 
sheim,^ and in Fig 42 is shown a composite 
curve plotted from these data in the man- 
ner just described, data taken at three dif- 
ferent temperatures being combined as 
indicated on the plot The theoretical 
prediction is seen to be fulfilled It is clear 
that a single curve serves to represent 
black-body radiation at all temperatures 
It follows that, if Xm is the wave length at which ex and have 
their maximum value, 

\mT = 4 = const 

\ 

for all temperatures — a special case of the displacement law that is 
often cited The value of A is discussed in Sec 85 

77. The Formula for Black-body Radiation. — The relationship 
represented by Fig 42 can also be expressed mathematically. It is 
obvious that ex/T^ is some function of the product \T] we may write 

^5 = /(xr). 

phys. Ges Verhandlungen, voL 1,, pp. 23 and 215 (1899), vol 2, p. 163 

(1900). 



Fig. 41 — Distribution of 
energy in the spectrum of a 
black body at various tempera- 
tures 
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Or, since then 

ex = 

we can write 


ex = ^FCXT), (98) 

where F(xr) = {\TYf{\T). 

Thus, by reasoning based on thermodynanucs, the problem of black- 
body radiation is reduced to the determination of the single unknown 



Fig 42 — Experimental verification of the black-body displacement law 


function In order to determine this function, we must resort 

to other methods. All attempts to find the function F{\T) on the 
basis of classical theory, however, failed. Equation (98) represents 
the limit of success of classical theory in dealing vrith ike problem of 
black-body radiation. 

Two of the formulas that were proposed on the classical basis, 
although incorrect, deserve some consideration Wien proposed a 
formula that was derived from special assumptions concerning the 
process of emission and absorption, viz 

4 
c 


( 99 ) 
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wheie Cl and C 2 ^\ere ceitam constants whieli lemamed to be ionnd 
Rayleigh made a suggestion based on veiy geneial reasoning^ and on 
the basis of this suggestion Jeans arrived at formulas for \p and E that 
were free from all unknown constants. The Rayleigh- Jeans formula 
was found to fit the experimental curve at very long wave lengths, 
whereas, by assigmng proper values to Cx and cs, Wien’s formula could be 
made to fit at wave lengths shorter than the point of maximum emis- 
sion Otherwise, both formulas failed {cf Fig 48 in Sec. 85). The 
method of approach employed by Rayleigh and Jeans is full of interest, 
and it also furnishes an excellent background for the consideration of 
Planck’s introduction of quanta, by means of which he succeeded in 
finding the (apparently) correct black-body formula; hence the reason- 
ing of Rayleigh and Jeans will now be described. It is based upon the 
classical law of the equipartition of energy; therefore this will be dis- 
cussed first- 

78. Degrees of Freedom. — A gas molecule within an enclosure is 
free to move in a variety of ways It may, m general, have a motion of 
translation, a motion of rotation, and, ^/ 'polyatomic, the atoms may 
vibrate with respect to each other. A billiard ball upon the table does 
not have so great freedom of motion as the gas molecule, for, although 
the ball has as much freedom of rotation as the molecule, its motion of 
translation is confined to a plane A flat disk sliding upon the ice is 
not so free as is the billiard ball, for the disk is capable of rotation 
about only one axis, viz , the vertical axis A block sliding m a 
closely fitting groove is still more restricted in its freedom of motion. 

Now, it is obvious that the relative freedom of motion of these 
several bodies can be expressed by giving the number of independent 
quantities which need to be known to express completely the position 
and orientation of the bodies Thus, in the case of the block sliding 
in the groove, its position and orientation are completely specified by 
one quantity — its distance from some origin; for the disk on the ice, 
three quantities are reqmred — ^two to express the position of some 
point, say the center of gravity of the disk with respect to some 
coordinate system on the ice, and one more to specify the orientation 
of the disk with respect to some fixed line; and so on. These separate 
and independent quantities which need to be known to specify completely 
the position and configuration of ahody are called its degrees of freedom ” 

This concept of degrees of freedom is readily extended to a system 
of bodies. If we have three disks sliding on the ice, nine independent 
quantities are necessary to express the position and configuration 

^ For an ontlme of the arguments of Wien and of Rayleigh see Preston’s 
Theory of Heat/' 
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of the system Degrees of freedom are additive — the total number of 
degrees of freedom of a system of bodies is the siun of the number of 
degrees of freedom possessed by the several bodies which make up 
the system. 

To each degree of freedom of a system there corresponds an inde- 
pendent term in the expression representing its kinetic energy as a 
function of its coordinates. The number of these terms is equal to the 
number of the degrees of freedom of the system. 

For example, a monatomic gas molecule behaves as if it had a 
motion of translation only. Accordingly, its kinetic energy is com- 
pletely expressed with respect to an x-, y-, ; 2 -coordinate system by the 
terms 


where and Vz refer to the component velocities in the three 

coordinate directions and m is the mass of the molecule. If there are 
N monatomic molecules in a given mass of gas, SAT such independent 
terms are necessary to express the kinetic energy of the gas at any 
given instant. On the contrary, a rigid diatomic gas molecule would 
have 5 degrees of freedom, 3 for translation (of the center of gravity) 
and 2 for rotation of the dumbbell-shaped molecule about each of a 
pair of axes at right angles to each other and to the line joming the 
atoms. If the molecule is not rigid, but the atoms can vibrate with 
respect to each other, then there is an additional degree of freedom 
corresponding to this vibration, and the total number is 6. A tna- 
tomic molecule will have at least 6 degrees of freedom (unless all 
atoms lie on a line), 3 for translation and 3 for rotation about 3 mutu- 
ally perpendicular axes; if vibration of the atoms within the molecule 
is also possible, there will be 9 degrees of freedom in all 

79. Relation between Energy per Degree of Freedom and the 
Temperature. — ^A simple means for calculating the energy of a system, 
accordmg to classical theory, is furnished by the principle of the 
equiparUtwn of energy. To illustrate the meaning of this principle, 
consider a monatomic gds in an enclosure at a uniform temperature T. 
The molecules of such a gas are in motion in all possible directions with 
a wide range of velocities. Their degrees of freedom may be divided 
into three groups, corresponding to the three coordinate axes, viz , 
an X group, a y group, and a z group. The classical theorem of the 
egyiydMticm of en&rgy how says that each degree of freedom in me group 
hasj on the average^ exacUy the same amount of kinetic energy as has, on 
the (weraye, a degree of freedom in any other group For ejcample, let 
us take a census, or snapshot, of 1,000 of the gas molecules- t®aoh 
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molecule has a component of velocity in each of the coordinate direc- 
tions Xj y, z Let Vy, and be these components, and Mmvlj 
the correspondmg kinetic energies. The average kinetic 
energy per molecule m the x direction for the 1,000 molecules is 
obtained by addmg the terms for all the molecules and dividing 

by 1,000, and similarly for the y- and the ; 2 -components. The theorem 
of the equipartition of energy then states that 

S. = Ey^ E,. 

Let us designate by Ei the common value of Ex, Ey, and Ez^ Then, 
if m the gas under consideration there are N molecules each with 
3 degrees of freedom, the total kinetic energy of the system, due to 
the random motion of its molecules, is SNEi. The same principle 
holds for more complicated molecules. The mean kinetic energy of a 
rigid diatomic molecule, for example, according to classical theory, 
would be 5-Bi; of a ngid triatomic one, QEi, 

Even in the case of vibratory motion, such as a vibration of the 
2 atoms composing a diatomic molecule along the line joining their 
centers, the principle asserts that the average kinetic energy associated 
with such a degree of freedom will likewise be Ei. If the motion is 
simple harmonic, however, it is easily shown that the average amount 
of potential energy is the same as the average kinetic energy. Hence 
the total amount of energy associated with such a vibratory motion, 
according to classical theory, is 2Ei, The total average energy of a 
vibrating diatomic molecule will then be bEi -f 2Ei = lEi. 

Now the quantity Ex is a very simple universal function of the 
temperature. This may be seen as follows: 

According to the kinetic theory of gases, the pressure p which a 
gas exerts on an enclosure is given by^ 

V = 

where p is the density of the gas and v, is the “root mean square” 
velocity of its molecules. Smce p = nm, where n is the number of' 
molecules per cubic centimeter in the gas and m is the mass of each 
molecule, we have 

P = yinnw^ 


Assume that we are dealing with a monatonuc gas at temperature T. 


Then the average kinetic energy Ek of each molecule of the gas is given 

by 


Sk = MwpJ, 


^ See any textbook on general physics. 
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pVu = RT, 

where Fm is the volume of a gram-molecule of the gas at temperature 
T, and JS is a universal constant known as the '^gas constant,” the 
numerical value of which is 8 315 X 10^ ergs per mole per degree, or 
1.986 calories per mole per degree. 

Eliminating p be ween the last two equations, we have 

HtiEkVm = RT 

The product of n, the number of molecules per cubic centimeter, 
by Vm, the volume of the gram-molecule, is equal to No, the number 
of molecules in a gram-molecule: 

nV M = iNTo* 


No, known as Avogadro^s number, is constant for all substances Its 
numerical value, as given in Sec. 42, is 6.02 X 10^^ molecules per 
gram-molecule. Eliminating Vm between the last two equations and 
solving for Ek^ we have 


where 


- Iw/ - 



( 100 ) 

( 101 ) 


The new universal constant k is known as ‘‘Boltzmann^s constant,” 
or as the '^molecular gas constant”; its value is 

k = 6 ^ ^ per molecule per degree. 


Equation (100) gives the average kinetic energy of the monatomic 
molecule which we are considermg Smce such a molecule has 3 
degrees of freedom, its average kinetic energy per degree of freedom is 

El = HkT; ( 102 ) 

and the average total energy associated with a simple-harmonic degree 
of freedom is 


2Ei == kT; 


(103) 
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The principle of the eqiupartition of energy has been sho\\n in a, 
iairly convincing way to follow' as a consequence of Newi.on’s laws 
of motion as applied to complex systems It has been strikingly con- 
firmed by observations upon the Browmian movements oi small par- 
ticles suspended in a fluid, which w'e have not space here to describe/ 
these particles move about m thermal agitation like gigantic molecules 
It is abundantly clear today, however, that the principle has only 
limited validity in relation to the internal motions of molecules of 
ordinary size 

80. Degrees of Freedom in an Enclosure. — It was suggested by 
Lord Rayleigh^ and by Jeans^ that the law of the equipartition of 
energy might be apphed to the radiation problem by computing the 
number of modes of free vibrations m the ether in an enclosure and 
by assummg that with each mode of vibration, or degree of freedom, 
there is associated, on the average, energy of magnitude kT per degree 
of freedom 

Any vibrating system is capable, m general, of a great many 
modes of vibration Thus, a violin string or an organ pipe may 



vibrate not only in its fundamental mode but also in a great many 
overtones We may think of these several overtones as corresponding 
to the various degrees of freedom of the vibrating system. 

An organ pipe is a one-dimensional system, so far as its standing 
sound waves are concerned, since the vibrations take place longi- 
tudinally and m one direction only — parallel to the axis of the 
pipe. Standing waves may be set up, also, in a three-dimensional 
organ pipe,’^ i.e , in a hollow enclosure such as a large concrete-lined 
room. In this case, too, we may have a great many possible overtones, 
or modes of vibration. We shall compute the number of such modes 
of vibration 'within a given frequency range for sound waves, and shall 
then extend the results to the analogous case of standing electromag- 
netic waves wdthin an enclosure. 

1 See Keni^'aed, E H , “Kinetic Theory of Gaaes,” p. 281, 1938; or Milmkjin, 
R A, “The Electron 

2 Ph%l Mag , vol. 49, p. 539 (1900). 

» Phil Mag., vol 10, p. 91 (1905). 
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It will be instructive to apply the method of computation first to 
a one-dimensional case Let a string of great length L (Fig 43) be 
sti etched between two supports A and B The condition that stand- 
ing waves may be set up requires (1) that A and B {z e ^ the ends of the 
string) shall be nodes of motion and (2) that there shall be an integral 
number of equal loops between A and B Since each loop is equivalent 
to one-half of a wave length, we may say that standing waves may 
occur in the string only for those wave lengths X defined by 


L . 2L 
X/2''^~ X' 


(104) 


Avhere ^ is some positive integer The standing waves may be regarded 
as due to the superposition of two trains of waves of equal amplitude 
and wave length running in opposite directions along the string 

For a string of given length, t is equal, also, to the number of 
possible modes of vibration of the string for wave lengths equal to 
or greater than the value of X as given by (104) We wish, to know 
how many of these waves have lengths within a range AX Now if 
we increase ^ by some integer, At, the value of X given by (104) decreases 
to X — AX, where 


2L 

X - AX 


== ^ -f- A^. 


Subtracting Eq (104) from this equation, we obtain 


At = 2L 




1 

- AX 



2LAX 

X(X - AX)' 


Since L is very great, however, AX, as given by this last equation 
must be very small; hence, in the denominator of the last fraction, 
AX can be neglected in comparison with X, and we can write 


At = 2L 


X2' 


Here At represents the number of modes of vibration whose wave 
lengths he in the range AX. 

Now, associated with each of these modes of vibration, there are 
2 degrees of freedom, since the vibration is transverse and any point 
on the string is free to move in a plane at right angles to the string. 
The total number of degrees of freedom per unit length of the stnng 
in the wave-length range from X to X — AX is, therefore. 


An 




(105^ 
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Fig 


44 — Reflection of waves 
inside a box. 


The situation is more complex but involves identically similar 
principles when we consider the possible systems of standing waves 
in a hollow enclosure. Let us discuss first the system of sound waves 
in a rectangular flat box, a sort of two-dimensional organ pipe. Let 
A BCD (Fig. 44) represent the box, and consider a system of plane- 
parallel sound waves moving in directions parallel to the top and 
bottom of the box and bemg reflected, without absorption, from 

its sides, according to the ordinary law of 
reflection. A set of waves moving ini- 
tially in the direction OMi will, after 
reflection at the face CD, move in the 
direction M1M2; after reflection at M2i 
the direction M2MZ will be parallel but 
opposite to OMi, etc. For this group of 
waves, only four directions of motion are 
possible, ± Oikf land ±M\M2^ 

Under suitable conditions the four trains of waves thus formed 
will combine to produce a set of standing waves. To describe these, 
divide the sides AB and DC of the box into ii equal segments and the 
sides AD and BC into i2 segments, as in Fig 45; and join the points 
of division by two sets of parallel lines, lines at each point making 
equal angles with the sides (e.g , Zrzq2B = Z$zq%C), Then a group of 
waves, such as those just described, can be supposed to move so that 
they are always parallel to one or 
the other of these two sets of lines. 

At a given instant, let alternate 
parallel lines represent, respec- 
tively, crests and troughs of these 
waves At the instant of observa- 
tion, suppose a crest moving toward 
C, for example, coincides with the 
line VzTz] as times goes on, this crest 
becomes extended at the Vz end 
by reflection of a crest now at Vzqz 
and in motion toward B, and of 
another crest now at and moving toward D. A similar crest, 
Szqzj moving toward C is itself undergoing progressive reflection with 
the effect of extending crests piSz and rzq2; and so on Upon these 
waves, then, let there be superposed a set of waves of equal amplitude 
moving in the opposite directions, crests moving toward A coinciding 
momentarily with pzn and ^3^2; and so on. We obtain in this way 
four sets of waves mutually produdmg each other by reflection at the 
walls, as in Fig. 44. 



Fig 


45. — Standing waves in a two- 
dimensional box. 
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The set of waves just described will combine to form standing 
waves. For after half a period has elapsed, the crests, initially on the 
solid lines, will be meeting on the dotted hnes, whereas troughs will 
now meet on the solid hnes; the result is a disturbance of which the 
phase is momentarily j'ust opposite to the previous one. After another 
half period, the original distribution recurs Plane surfaces parallel 
to the sides of the box through the points of subdivision are, like 
the sides themselves, surfaces of no disturbance. It can be shown 
that, by proceeding in the manner described, using in turn all pairs of 
values for i\ and -12, we obtain all possible modes of vibration of the 
medium inside the box. 

For our purpose, the connection between the numbers ii and i% and 
the length of the waves is important. In Fig. 45, the wave length 
is the distance between adjacent parallel solid lines. Let the waves 
make angles di and 62 with the sides of the box, of which the lengths 
are h and k, respectively. Then, since nvz = nrs = h/ii^ 

21 

(rir3)sin^i = — sin^i = X, 

ti 

21 

(pi2?3)sin^2 = - 7 ^ sin ^2 == X. 

Solving these equations for sin di and sin 62 in terms of Zi, h and sub- 
stituting m the equation sin^^i + sin^^2 = sin^^i + cos^^i = 1, we 
obtain 


3 + !l - i. 

Zf ^ Z| “ X2 

This method of constructing standing waves is readily extended 
to a three-dimensional rectangular box, with edges h, I2, and Z3 long. 
The edges are divided into ti, t2, and tz segments, respectively; and 
eight sets of waves are drawn. It is then found that instead of the 
last equation the condition for standing waves is 

Zf + Z| + Z| “ X2’ 

From this equation we can find the number of possible modes of 
vibration within the box for which the wave length is greater than 
any given value X„^. The number of such modes will be equal to the 
number of possible combinations of positive integers ii, t2, ^3, which 
make the left-hand member of ( 106 ) less than 4 /Xl To find this 
numbep:, imagine each possible set of the t^s represented on a three- 
dimensional plot by a point the coordinates of which are x 
y == 12/1%, z = ig/Zs (Fig. 46 ). These points will lie at the comers of 
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lectaugular parallelepipeds or cells the edges of which are 1/h, 1 //‘n 
l/lz long (two of them being shown in the figure). There are just as 
many cells as there aie points; each cell has eight points at its corners, 

but, on the other hand, each point serves 
as a comer to eight cells Hence, since 
the volume of a cell is l/hhh, there are 
hhh cells or points in each unit volume 
of the plot The points we wish to count, 
according to Eq (106), he inside the 
sphere defined by the equation 



-f 2/^ + 




of which the radius is 2 /Xm. The number 
of these points will be equal to the volume of 1 octant of this sphere 
multiplied by the number of points in unit volume, or to^ 


!<£)■] 


X hhlz ~ 


47r hhh 


This IS the total number of the possible modes of vibration for which 
X > \nt Dividing it by the volume of the box, which is hhh, and 
dropping the subscript m, we have, therefore, for the number of modes 
of vibration, or of degrees of freedom, per unit volume of the box, 
corresponding to wave lengths greater than X, 

47r 1 

3" A 


n = 


Differentiation of this equation gives as the number of degrees of 
iieedom per unit volume in a wave-length range X to X + dX 

dX 


dn 4fjr 




(107) 


both dn and dk being taken positive for simplicity This is analogous 
to Eq. (105) for the string. 

In the discussion up to this point we have been dealing with the 
longitudinal vibrations of sound waves. An identical analysis will 
hold for electromagnetic waves inside a rectangular enclosure with 
reflecting walls, with one exception. In the latter case, since these 
waves are transverse, the number of degrees of freedom is . twice as 
great as for longitudinal waves, corresponding to the two possible 

1 This is not quite accurate, of course, because of errors at the surface, but, when 
n IS large, the relate error is negligiWe. 
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independent planes of polarization. For elccironmgnettc waves in 
an enclosure, therefore, we may write 

dn = 8x^; (108) 

vheie dn is the number of degrees of freedom of the system of w''aves, 
per unit volume of the enclosure, in the wave-length range X to X + dX, 

81. The Rayleigh-Jeans Formula. — We are now in position to 
apply to the radiation problem the law of the equipartition of energy. 
Consider the radiation within an enclosure the walls of which are at a 
temperature IT, equilibrium having been reached between the radiation 
and ttie walls Whatever may be the nature of the radiating and 
absorbing mechanism of the walls, each degree of freedom of the 
clectromagnehc field within the walls should have associated with it 
an average energy AT, and this quantity, multiplied by the number of 
degrees of freedom per unit volume for the wave-length range X to 
X + dX, should give the amount of radiant energy per imit volume in 
this range, which was denoted previously (Sec. 70) by ^ dX, Thus^ 
using (108), we ho/oe 

^xdX = STT&rx-m (109) 

as the equation far the spectral energy distnbuhon %n black-body radiation 
as deduced from the theorem of the equipartition of energy. This is the 
famous Rayleigh- Jeans formula 

It IS obvious, at once, however, that Eq. (109) cannot actually 
represent the distribution of energy throughout the spectrum of a black 
body. For at a given temperature T, the value of according to this 
equation, should vary inversely as the fourth power of the wave length 
and should increase rapidly to infinity as the w(we length approaches zero, 
whereas the actual curves shown in Fig. 41 rise to a maximum with 
decreasing wave length and then decrease to zero. Only at long wave 
lengths, in fact, is the Rayleigh-Jeans expression found to be in accord 
with experiment. 

A little consideration shows, in fact, that the law of the equiparti- 
tion of energy and the computation of the number of degrees of 
freedom in the electromagnetic field, resulting in Eq. (108), cannot 
Simultaneously bo correct. For the field should be capable of con- 
tainjing waves of wave length varying from infinity to zero. Hence, 
by integration of OEkj. (108) from X = <» to X = 0, we find that the 
number of degrees pf freedom in the field should be infinitie And,^ 
if the lav; pf tbe equibartitiou of e^tergy is correct, it follows that the 
energy deasil^y of black-body radiation, when in equiKbrium w^tb the 
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walls of an enclosure at a given temperature, should be vastly greater, 
indeed infinitely greater, than the energy density in the walls them- 
selves. In reality quite the opposite is the case. Thus the radiation 
density in an enclosure at 1000®K, is only of the order of 8 X 10”^ erg 
per cm whereas the energy density of the thermal agitation of the 
molecules of the walls, say of iron, is of the order of 10^® ergs per cm ^ 

82. Planck’s Investigation of Black-body Radiation. — The correct 
black-body formula was discovered in 1901^ by Max Planck By 
introducing a radical innovation quite at variance with previous con- 
cepts, he discovered a function of \T which gave a formula in complete 
agreement ivith experiment. Thts was the birth of the quantum theory. 
The remainder of this chapter will be devoted to a discussion of the 
ideas leading up to Planck’s quantum hypothesis and of his new radia- 
tion law. 

Planck arrived at his formula as the result of a long persistent 
effort to make the theory fit the facts. The experiments of Hertz on 
electromagnetic waves had seemed to give final confibrmation to the 
electromagnetic theory of light, and this convinced Planck that the 
key to the black-body spectrum would be found in the laws governing 
the absorption and emission of radiation by electrical oscillators. We 
may imagine that the walls of an isothermal enclosure contain electrical 
oscillators of all frequencies, essentially similar to the Hertzian 
oscillator, and that the emission and absorption of radiation hy the 
walls are caused by these oscillators 

Investigation by means of electromagnetic theory, however, led 
Planck, before 1900, to the conclusion that an electrical oscillator, 
in the long run, would affect only radiation of the same frequency 
as that of the oscillator itself. Thus, in the state of equilibrium, there 
would be a definite ratio between the density of radiation of any 
frequency v and the average energy of the oscillators of that frequency. 
The problem of the black-body spectrum was thus reduced to the 
problem of the average energy of an oscillator at a given temperature. 
Now we have seen (Secs. 78 and 79) that according to classical theory a 
harmomc oscillator in thermal equilibrium with its surroundings would 
have an average energy equal to kT. If this conclusion from the 
theory is combined with the value obtained by Planck for the ratio 
between oscillator energy and radiation density in the enclosure, the 
result is again the Rayleigh-Jeans radiation law, which was derived 
above in a different manner. Planck himself, however, did not 
accept the principle of equipartition for the oscillators. On the basis 
of a different assumption he was led, at first, to Wien’s formula for the 
1 Ann d Phystk, vol 4, p 553 (1901). 
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radiation density as stated in Eq. (99) ; and he believed for a time 
that this formula must necessarily be correct. 

In 1900, however, new measurements of the black-body spectrum 
by Lummer and Pringsheim, and by Rubens and Kurlbaum, showed 
definitely that Wien's formula could not be correct. So Planck set to 
work to find an improved formula First he discovered an empirical 
modification of Wien's formula that fitted the observations Then he 
sought to modify the statistical theory so that it would lead to this 
new formula. He succeeded in doing this only after making a new 
assumption that broke drastically with classical principles. 

83. Distribution and Average Energy of Harmonic Oscillators in 
Thermal Equilibrium. — The theory of black-body radiation as devel- 
oped by Planck requires a knowledge of the average energy of an 
oscillator at a given temperature. This is a problem in statistical 
mechanics.^ It is solved by finding first the distribution of energy 
among a large number of oscillators in thermal equilibrium. 

Consider a linear oscillator consisting of a mass m that vibrates 
in simple harmonic motion along a line. At any instant the vibrating 
mass will have a certain displacement x from its position of equilibrium 
and also a certain velocity. For statistical purposes, however, it is 
more convenient to employ, instead of the velocity dx/dt^ the momen- 
tum p, whose magnitude is 



The potential energy of the mass can be written where the 

constant /? is analogous to a spring constant; whereas the kinetic 
energy of the mass is 3^ m{dx/dty = p^/2in. Thus its total energy is 


Elementary theory gives, also, for its frequency of vibration 

p = ( 111 ) 

2ir\m 

The statistical law for a large set of N such oscillators in thermal 
equilibrium, as found from classical theory, is easily stated. At any 
given moment, the number dN of the oscUlators that have their values 

1 Cf, KeniNAEI), E. H., “Eonetie Theory of Grases,” Chap. IX, 1938; Tolman, 
R. C , “Principles of Staristical Mechanics,” 1938; Mater, J, E. and M. G., 
“Statistical Mechanics,” 1940. 
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of X and p Ivmg ui any given ranges of \alne dr and rfp, respectively, 
is given by the formula 

dN = NCe-^/^^dxdp, (112) 

C being a constant. This law is obtained by an argument similar to 
that which leads m classical theory to the law of the equipartition ol 
energy, or to Maxwell’s law for the distribution of the molecular veloci- 
ties in a gas Equation (112) is very similar, in fact, to the mathe- 
matical formula that expresses Maxwell’s law for molecular motions 
The distribution law will better serve our present purpose, however, 
if it is thrown into a slightly different form. Let us construct a plot 

on which x and p are taken as Carte- 
sian coordinates (Fig. 47). On this 
plot dxdp is an element of area. Now, 
as the oscillator moves, free from the 
action of disturbing forces, x and p 
change with the time in such a way 
that the energy e remains constant; 
hence the point whose coordinates are 
X and p, representing the instantaneous 
state of the oscillator, moves on a curve 
given by Eq (110) with a fixed value of e This curve is obviously 
an ellipse 

It is natural, therefore, to take as an element of area, instead of 
dxdpj the elliptical ring between two ellipses corresponding respec- 
tively, to energies e and € + de The area of such a ring can be 
expressed in terms of €. For the entire area inside one of the ellipses is 

S ~ 'XPm.Xfnj 

where pm, Xm are its semiaxes, representing the maximum values of p 
and X, respectively, during a vibration. Putting in (110) first p = pm 
and X = 0, then p = 0 and x = we find 

Pm = A/2m€, Xnt = 

Hence 

by (111). The area of a ring corresponding to an, increment of energy 
de IS thus 





Fig 47 — The momentum-co- 
ordinate plane foi a haimonic 
oscillator 
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Substitutang this value of r/S for dxr/p m (112) and \\iiting Ci loi 
f[/u, we have 

dN = * (lU) 

as the number of oscillators of which the energy lies between given 
values € and e + rfe, when a large number N of them are in the thermal 
equilibrium at absolute temperature T. 

The total energy E of all N oscillators can now be found by summing 
their individual energies, and E divided by N gives then the average 
energy per oscillator. The summation will be made with use of a 
somewhat unusual notation in order to prepare for the introduction 
of Planck’s new principle. 

Let ellipses be drawn, as in Fig. 47, in such a way as to divide the 
entire xp plane into elliptical nngs of equal area, and let these rings 
be numbered 0, 1, 2, 3, * • from the center outward, as in Fig. 47. 

Thus “ring” number 0 is actually an elliptical area Then, if we 
denote the area of a ring by h, the total area inside of ring number r is 

S ^rh; 

and by Eq (113) the energy of an oscillator represented by a point 
on the inner boundary of ring number r is 

e = Sv rhv. 

Thus the range of energy represented by points lying on a given ring is 

Ae = vAS = hvj 

since r increases by unity from one ring boundary to the next 

The number of oscillators represented by points on ring number r 
can be found by integrating dN as given by Eq (114) over the range 
Ae of € within the ring Callmg this number iV^, we thus find 

Nr^NCif 
J At 

If h and Ae are small, however, we can treat as constant m this 
integral and equal to its value at a point on the inner boundary of the 
ring; then 

f ^ [ de ^ 

jAt JU 

Thus, replacing NCi A€ by No, we have for the number of oscillators 
on ring number r 

rhv , 

Nr'^N.e 


( 115 ) 
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Obviously the constant iVo represents the number of oscillators in ring 
number 0. Its connection with the total number of oscillators N is 
easily found by noting that 

)iv %hv 

y = .Vo + .Vi + N<> + = A"o(l + e'^ + + ) 

No 

_ ^-hv/hT 

(For 1/(1 -x) = l+ x + x^+- • )• 

The total energy of the oscillators can then be found by multiplying 
the number m each ring by the energy of an oscillator when in that 
ring, for which, since h and Ae have been assumed to be small, we can 
use the value rhv belonging to the mner boundary, and then summing 
over all rings. Thus the total energy is 

£: = (Vo X 0) + (Noe X hv) + (VoS X 2hv) + 

“ (1 _ g-hy/kry’ 

since the last series is of the form 

1 + 2a; + 3a:2 + • • • = 

Dividing this expression for E by that found above for N, we find 
finally for the average energy of an oscillator 

, _ E _ hv 6-’^”^’='^ _ /-IION 

* ~ jy J _ g-hv/hx’ ghv/kT 


This expression represents the average value at a given instant of 
the energies of the individual oscillators. The same expression repre- 
sents also the energy of a particular oscillator averaged over any length 
of time that is not too short. For, the oscillators, being similar, will 
all have the same average energies in the long run, and this average 
energy must be a fraction 1/iV of the average energy of the entire set, 
which is simply E. 

The classical value for e can now be obtained from this expression 
by letting Ji — » 0. This converts Ae into an infinitesimal, de, so that 
our sums become integrals, as in the preceding calculation for the 
mean energy of a molecule. We use the series 

e*— • • • , 


so that to the first order in h 


hv 

kf ' ■ 
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Then it is clear that according to (116), as A 0, 

€ ^ kT. 

This is the same value for the average energy of a harmonic oscillator 
that was deduced from the equipartition of energy in Secs 78 and 79, 
and it leads, as we have seen, to the incorrect Rayleigh- Jeans formula. 

84 . Planck’s Quantum H3q)othesis. — The new assumption intro- 
duced by Planck was eqmvalent to keeping the quantity e finite in the 
preceding formulas, instead of lettmg it go to zero. 

In the first formulation of the new theory,^ Planck assumed that 
the oscillators associated with a given ring all have the energy proper 
to the inner boundary of that ring. According to this assumption, 
the energy of an oscillator cannot vary continuously but must take on 
one of the discrete set of values: 0, hv, 2hv, • • - , rhv, • • • . Actually, 
Planck’s original assumption was somewhat more general He 
assumed that the energy of the oscillator must always be an integral 
multiple of a certain quantity, eo. He then showed, however, that eo 
must be proportional to v if the radiation law is to harmonize with the 
Wien displacement law. Thus he assumed that €o = hv, where his a. 
constant of proportionality. The connection between the constant h 
and areas on the xp plane for the oscillator, as described above, was 
not recognized by Planck until later. 

It must be emphasized that the assumption of a discrete set of 
possible energy values, or energy le^)els^ for an oscillator was completely 
at variance with classical ideas. According to this assumption, if 
the energies of a large number of oscillators were measured, some 
might be found to have zero energy; some, energy hv ergs each; others, 
2hv\ and so on. But not a single oscillator would be found which 
had energy, say IJTbhv or Z%Ahv, When the energy of a given 
oscillator tihanges, therefore, it must change suddenly and discon- 
tinuously. According to the older conceptions, on the other hand, 
the interchange of energy between two '^systems,” as, for example, 
betwem one gas molecule and another or between radiation and 
oscillators, should be a perfectly continuous process. Thus, if one 
could follow the history” of a particular gas molecule or oscillator 
and observe its energy at short intervals of time over a very long 
period, one would find, of course, that its energy varied over enor- 
mously wide limits. But, if the numerical values of the energy 
observed at the various mstants were to be arranged in a sequence 
as to magnitude, this sequence would become more and more con-- 
hnuous as the number of observations becomes greater. Or, if, 

1 PiANOK, Ann. d, Phymk, vol. % p. 553 (1901). 
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instead of observing a single molecule over a long period, one were to 
observe, at a given instant, the energy of a very large number of gas 
molecules or of oscillators chosen at random, one ought to find that a 
similar sequence of values of energy would approach more and more 
nearly to continuity as the number of observations becomes larger 
This continuity of these energy values is not only in accord with but is 
also imperatively demanded by classical physics. For example, the 
electric and magnetic vectors in a light wave may have any values 
whatsoever, from zero up; and, accordingly, the wave may have 
any intensity, from, zero up Furthermore, the emission and absorp- 
tion of this energy by the walls of an enclosure should, hkewise, be a 
perfectly continuous process 

The problem of the absorption and emission of radiation, m fact, 
presented serious difl&culties for the new theory If the energy of an 
oscillator can vary only discontinuously, the absorption and emission 
of radiation must likewise be discontinuous processes. As long as the 
oscillator remains m one of its “quantum states,” as we now call them, 
with its energy equal to one of the allowed discrete values, it cannot be 
emitting or absorbing radiation according to the laws of classical 
physics, for then the conservation of energy would be violated. This 
is entirely contrary to classical electromagnetic theory; for we have 
seen (Sec 35) that classical theory absolutely requires an isolated, 
accelerated electrical charge to radiate energy 

According to Planck’s new theory, emission of radiation could 
occur only when the oscillator “jumps” from one energy level to 
another, if it jumps down to the next lower energy level, the energy 
hv that it loses is emitted in the form of a short pulse of radiation 
Absorption was also assumed at first to be discontmuous. An oscilla- 
tor, Planck assumed, can absorb a quantum hv oi radiant energy and 
j um p instantaneously (or nearly so) up to its next higher en*ergy level 
This assumption met with difficulties, however. For the quantum 
of radiant energy emitted by an oscillator, according to the classical 
Avave theory, would spread out over an ever expanding wave front, 
and it is hard to see how another oscillator could ever gather this 
energy together again so as to absorb it all and thereby acquire the 
energy for an upward quantum jump. Absorption ought, therefore, 
on Planck’s theory, to be imposable. 

For this reason, Planck later modified his theory so as to allow 
the oscillators to absorb in a continuous manner, only the process of 
emission bemg discontmuous. The energy of an oscillator could 
then take on all values, as in classical theory; but, every time that the 
energy passed one of the critical values, rhv, there yas assumed to 
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exist a certain chance that the oscillator would jump down to a lowei 
energy level, emitting its excess energy as a quantum of radiation 
This came to be known as the ''second form'' of Planck's quantum 
theory Calculation showed that, on the theory as thus modified, 
the average energy of an oscillator, when m thermal equilibrium 
with its surroundings, Avould be 

in place of the value given in Eq. (116) above 

Having read thus far, the student may perhaps have reached a 
state of fairly complete confusion as to what were the essential assump- 
tions of Planck's quantum theory! This confusion can be no worse 
than that which existed in the minds of most physicists in the year, 
say, 1911. The situation was made still more puzzling by the success 
of Einstein's theory of the photoelectric effect, described above 
(Sec. 46); for Emstem assumed not only that radiation came in 
quantized spurts but that each spurt was closely concentrated in 
space, contrary to the wave theory. Confusion usually reigns while 
important physical advances are being made; it is only afterward that 
a clear-cut logical path can be laid down leading straight to the goal. 

One of the principal aims of the rest of this book will be to show 
how the theory has gradually become clarified. To assist the student 
at this point, it may be stated that the following two new ideas intro- 
duced by Planck have been retained permanently and form a part of 
modern "wave mechanics" (Chap. VII): 

1. oscillator j or any other 'physical system, has (in general) a 
discrete set of possible energy volices or levels; energies intermediate 
between these allowed values never occur [In wave mechanics, 
however, the energy of level number r for a harmonic oscillator is 
(r + }^)hv, and their average energy at temperature T is given by 
(117), not (116) I 

2. The emission and absorption of radiation are associated with 
transitions or jumps between two of these levels, the energy thereby lost 
or gained by the oscillator being emitted or absorbed, respedively, as a 
quantum of radiant energy, of magnitude hv, v being the frequency of the 
radiation. 

It shcmld be emphasized that Planck's revolutionary assumptions 
were not based upon an extension of the ordinary lines of reasoning 
of classical physios. Qnite the contrary : they represented an mipmcai 
modtficapon of classical ideas made in order to bring Hie theoretical 
deductidngf into harmcmy with experiment 
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Had the magnitude of the quantum of energy turned out to be 
not hv but somethmg tndependent of the frequency , the new theory 
might well have taken the form of a simple atomicity of energy, 
similar to the atomicity of electricity represented by the electronic 
charge. Such is not the case, however. Rather, it is the new univer- 
sal constant h that represents the essentially new element introduced 
into physics by the quantum theory. We shall find h playing an 
important part in a wide variety of atomic phenomena. 

86. Planck^s Radiation Law. — Planck derived his new radiation 
formula by considering the interaction between the radiation inside 
an isothermal enclosure and electrical oscillators which he imagined 
to exist in the walls of the enclosure. A modern version of this deduc- 
tion, in which gaseous atoms take the place of oscillators, first given 
by Einstein, will be sketched later [Sec. 116(6)]. An alternative and 
equally satisfactory procedure is to combine Planck’s expression for 
the mean energy of an oscillator with the analysis of the electromag- 
netic field by the method of Rayleigh and Jeans, in which the various 
modes of oscillation of the field inside an enclosure are treated as if 
they were oscillators. 

In Sec. 80, Eq. (108), we found that there would be 


such modes of oscillation or degrees of freedom per unit volume in the 
wave length range X to X + dX. If we multiply this number, not by 
kTj the mean energy of an oscillator according to the law of equi- 
partition, but by e as given by Eq. (116), we obtain 

Q d\ hv 

^hy/kT _ I 

This is the value of d\ the energy density belonging to the range dX. 
Let us substitute in it j' == c/X, c being the speed of light in vacuum. 
Thus we obtain, as Planck’s new radiation law, 


^ X^ _ I 

The emissivity of a black body, cx, is then equal to as given by this 
formula multiplied by c/4 [c/. Eq. (786) in Sec. 71] [Strictly speak- 
ing, we should have used for i the value given by Eq (117), which 
agrees with the value obtained from wave mechanics. The effect 
of this change would be to add in ^ a term independent of temperature 
Since only changes in ^ are perceptible, however, this term would 
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be without physical effect Its true significance is still unknowTi, and 
it is never included in the expression for ^ or ex.] 

It is easily shown that Planck^s formula reduces to a form of 
Wien’s formula near one end of the spectrum, and to the Rayleigh- 
Jeans formula near the other end. Thus, if the value of the product 
xr IS smalt enough, z e , for sufficiently small wave lengths or at suffi- 
ciently low temperatures, the exponential term in the denominator in 
(118) is much larger than unity, so that in comparison with it the 
term —1 can be dropped. Then (118) becomes 

which agrees with Eq. (99) or Wien’s formula if in that equation we 
choose Cl = Srchj ci = ch/k For large values of XT, on the other 
hand, z e., for sufficiently long waves or at sufficiently high tempera- 
tures, we may expand the denominator in (118) by means of the series, 


obtaining 

j!L rh 

MT 1 = - 4 - ^ ^ 4 - . 

\kT^ 2\^k^T^ ^ 

If XT is large enough, only the first term of this series need be kept; 
then we have, from (118), 

, SwkT 
40^ = -^’ 

approximately This agrees with the Rayleigh- Jeans formula as 
stated in Eq. (109) in Sec. 81. 

In Fig 48 is shown a comparison between the several spectral- 
energy distribution formulas and the experimental data. The circles 
show observations by Coblentz^ on the energy distribution in the 
spectrum of a black body at 1600°K. The full line shows the dis- 
tribution predicted by Planck’s formula. The lower dotted line, 
which coincides with the full line from short wave lengths up to about 
X = 2 2ju, corresponds to Wien’s formula as given in Eq. (99). The 
upper dotted hne is from the Rayleigh-Jeans formula. The superiority 
of Planck’s formula is at once evident Thus, whatever one may 
think of the theoretical assumptions and reasoning by means of which 
Planck arrived at his formula, there seems to be no doubt that it 
correctly represents the observations on black-body radiation. 

^3u)re(m of SkmdardSj Bull, vol. IS, p 476 (1916). 
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The reason that the curve for Planck’s fornaula drops below the 
Rayleigh- Jeans formula is to be found, of course, m the failure of the 
classical principle of the eqmpartition of energ;^^ This is easily seen 
from Eq (117) At short \\ave lengths, the —1 can be dropped in 
the denominator in that equation and we can write, as the approxi- 
mate average energy of an oscillator, 

€ = + }'2hv 

Thus, the part of e that varies with temperature decreases rapidly 
toward zero as ^ oo The high-frequency modes of oscillation of the 



Fig. 48 — Comparison of the three radiation laws with expeunient at 1600°K Tiic 
ordinate represents or ex, on an arbitrary scale 


electromagnetic field in the enclosure, which should all have mean 
energy kT according to classical theory, remain, therefore, almost 
entirely in their lowest quantum states and so contribute nothing to 
the observable density of radiant energy 

It may be noted, also, that Planck’s formula has the form that was 
found in Sec 77 to be required by thermodjmamics For, using Eq 
(78&) in Sec 71 and Planck’s formula for ^x, the emissive power of a 
black body can be written 

F{\T) 


c , F{\T) 

ex = 




ch 1 


so that e\ has the form given m Eq (98). 

Finally, as to numerical values, Planck’s formula may be used to 
calculate the values of h and k, as was done by Planck himself in his 
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original paper Observations of thermal quantities arc difficult to 
make with accuracy, however, and more reliable values of h and A 
can be obtained in other ways A good estimate based on recent 
measures is^ 


A = 6 61 X 10-27 (119) 

The value of k was given in Sec 79 If these values are mseited, 
Planck^s formula or Eq (118) becomes, when X is measured in centime- 
ters and T m degrees centigrade, 

__ 4 981 X 10-1- 1 ergs 

cm 3’ 

^ xr _ 1 


Other quantities can also be calculated which are more easily com- 
pared with experiment Thus, the constant a or defined in Sec. 
73, can be derived by integration The total radiant energy in unit 
volume of an isothermal enclosure is, using (118), 


^ = j \f/\dK = Sirch J 
Let us change the vanable here to 


d\ 1 

X5 

_ I 


dX = 


chdx 


Then 


f" x^dx 

Jo — 1 


This integral can be shown to have the value^ 7r^/15. Hence 

^ = a = (120a, 6) 

1 Dunnington, Rev, Modem Phys , vol. 11, p. 65 (1939). 

® Since (c* — 1)-^ =» ^“*(1 -- e"®)"^ ~ e'~^ 4* -f- 4" • • * > snid 


Jo 

we have 

/o = ■ • • ) 

The value o£ the series written here m parentheses, as given on p 140 of the ‘ * Smith- 
sonian Mathematical Formulae and Tables of EUiptio Functions (Smithsonian 
Institution, 1922) is ir*/90, Cf, also Bierens de Hahn, “Nouvelle Table dTnt6- 
grales I>6fiinesv^’ Hd* 4, p. 124^ 'wdiere Me* 
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Again, the value X,„ of X at which ^ has its maximum value can 
be found by setting the derivative of \j/\ equal to 0. From (118) 

4(h-ch , Sirch ch gci/xtr ^ 

Ik ~ ^ - 1) X® k^T - 1)^ ’ 

or, after simplification. 


(' - sw) = 1- 

This last equation can be written 



One root is obviously x ~ 0, but this one does not interest us Any 
other positive root must be <5, for, if a: > 5, the factor in parentheses 
is negative If a; = 5, the left-hand member is zero, whereas, if 
a: = 4, it is much bigger than 1 Another root must he, therefore, 
just below 5 To facilitate finding it, let us write 5 — x — y, so that 
X = 5 — y and the equation becomes 

yeS-P =; S 


or 

log«i/ — y = log«5 — 5 = —3 3906. 

To make the solution still easier, set y = z/10; then 

- logeZ + = 3 3906 - log, 10 = 1.0880. 


It is now easy to see, from a table of natural logarithms, that to three 
figures z = 0.349; hence, y = 0.0349, a: = 4 965. Thus, Xm is given by 


ch 

kJcT 


4.965, 


whence 


XnT = 


ch 

4.965/1: 


( 121 ) 


Inserting h = 6.61 X 10”“^ and ft = 1 3805 X 10“i®, it is found 
from (1205) and (121) that 

a = 7.619 X 10~^® erg cm.~® deg 


XmT = 0 2891 cm. deg. 
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whea Xm is in centimeters and T in degrees centigrade; also, in Eq. 

(86) or E ^ <tT\ 

(7 = |a = 6710X 10“^ erg cm."^ sec.“* deg.”"*. 

The pressure on the walls of an isothermal enclosure at absolute tem- 
perature T is thus, from Eq (82), 

p == M ’/' = H = 2 54 X dyne cm.-^ 

These values of a and of \mT differ slightly from values based on 
observations of thermal radiation, v^z 

a = 7 652 X \raT = 0.2884. 

The discrepancy is increased if in calculating a and X^x? from theory 
the value of h is employed that is derived from the Rydberg constant 
(Sec 95), VIZ — & 624 X 10“^^; with this value of 

a = 7 571 X 10-l^ \jr = 0.2897. 

It IS beheved, however, that the thermal observations may easily be 
in error even to this extent ^ 

In his original paper (1901) Planck used as experimental values 
a = 7.061 X 10“^®, XmT' = 0 294, and calculated from these values 
and his formulas that 

h = 6.55 X 10-27, fc = 1 346 X IQ-^®. 

^Cf Birge, jRev Modern Phys , yoI 1, p 1 (1929). Values of a are by Kuss- 
man (1924) and Coblentz (1920), of by Coblentz (1922) and Ladenburg 
* lUd , vol 13, p 233 (1944). 



CHAPTER VI 

THE NUCLEAR ATOM AND THE ORIGIN OF SPECTRAL LINES 

We have seen in the last chapter that attempts to explain the experi- 
mentally observed laws of the distribution of energy in the con- 
tinuous spectrum emitted by a black body were unsuccessful until 
Planck introduced the revolutionary concept of radiation quanta 
Planck's hypothesis became both possible and necessary, because the 
very careful experiments of Lummer and Pnngsheim had proved that 
Wien's law of temperature radiation was untenable 

A somewhat similar sequence of events is to be found in the 
development of our present extensive knowledge of the line spectra 
of atoms and molecules Corresponding to the empirical laws of 
temperature radiation, there was accumulated a vast array of very 
accurate measurements of the wave lengths of lines in the spectra 
of various substances, considerable impetus being given to this work 
because of the rigorous demands of spectroscopy as a method of 
chemical analysis From these data, certain relations were discovered 
empirically between the frequencies of various lines in the spectra of 
certain elements. These relations pointed to some fundamental 
mechanism, common to all atoms, as the origin of characteristic line 
spectra. The gradual accumulation of evidence bearing on the 
problem of atomic structure, on the one hand, and the increasing 
importance of these spectral relations, on the other, culminated, about 
1913, in the proposal, by Bohr, of the theory of atomic structure and 
the origin of spectra which bears his name. This theory constituted 
an extension in a new field of the quantum theory which had been 
introduced by Planck to explain the law of the distribution of energy 
in temperature radiation. 

In the present chapter, we shall begin by considering very briefly 
the development of the empirical laws of spectral series Next we 
shall take up the' lines of evidence that were accumulated beanng 
on the structure of the atom, culminating in the famous nuclear 
theory of atomic structure proposed by Rutherford Then we shall 
consider the way in which these two lines of development were com- 
bined by Bohr in his famous quantum theory of the atom Bohr's 
theory has been superseded by modern quantum mechanics (or wave 
mechanics), but certain features of his theory retain a permanent 
interest. 
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86. Spectroscopic Units. — In. stating the wave lengths of spectral 
lines, which are always very small, various submultiples of the metei 
aie commonly employed as units of length in diffeient parts of the 
spectrum, viz , 

The imcron, symbol ji = cm (or 10“® meter) 

The millimicron, symbol m/x = 10“^ cm 
The angstrom, ^ symbol A = cm 

(or Angstrom, symbol A ) 

The X-unit, symbol XU = 10“^^ cm (approximately; 

see Sec 175). 

The last named is used in the X-ray region of the spectrum. 

Wave lengths of lines are of fundamental importance in the tech- 
nique of spectroscopy and in spectroscopic analysis. In physical 
theory, on the contrary, frequency v is more fimdamental than wave 
length. We do not, however, measure frequencies directly, laboratory 
measurements yield wave lengths, and frequencies are computed from 
these and from the velocity of light c by the relation, c = rX. 

Frequencies may be expressed m vibrations per second, but this 
involves very large numbers Furthermore, the calculated frequency 
is affected, not only by errors in the measured wave lengths, but also 
by any error there may be in the assumed velocity of light For these 
reasons, it is customary in spectroscopy to use, instead of the fre- 
quency itself, the wcwe number, or number of waves per centimer in 
vacuum, which we shall denote by v. The unit for v is written cm.“^; 
it may be read ^Vaves per centimeter Thus 

- 1 1 

?/ = - cm V = cv, 

A 

^ Strictly speaking, the angstrom is not defined from the meter as a primary 
standard of length Michelson and Benoist m 1895 and, later (1907), Fabry, 
Perot, and Benoist measured the wave length of the red cadmium Ime m terms of 
the standard meter, this line is very narrow, so that its wave length can be meas- 
ured with great accuracy The two measurements were almost exactly m agree- 
ment, the wave length acoordmg to the latter measurement bemg 

6,438 4696 angstroms 

The International Union for Solar Research, m 1907, adopted this value of the 
wave length of the red cadmium hne as the primary standard of wave lengths 6n 
the basis of which all other wave lengths were to be expressed It is specified that 
the medium is to dry air at 15°C (hydrogen scale) and a pressure equal to 760 
mm Hg, at a pla^e wh^e the acceleration due to ^avity is 980 67 cm. sec,""® 
Formafiy, this amounts to a new definition of the angstrom m terms pf the wave 
length (if the cadmium hne such that this wave length is exactly 6,438 4696 
angs^omti ‘ 
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X being the wave length m vacuum expressed m centimeters Or, if 
\it 13 the wave length in microns, or Xa the wave length m angstroms, 

y = 10« X cm = 10® X cm “X 

Aft Aa 

For example, the wave number of the red cadmium line 

(X = 6,438 4696 A = 0 6438^ = 6 438 X 10'® cm , approximately) 

is V = 15,531 64 cm-i; its frequency is 2 99796 X 10’" times v or 
4.65632 X 10’^ sec Very roughly, the visible region (4,000 to 

7.000 A) extends from 14,000 to 25,000 cm “i; from 14,000 down to 

1.000 is the near mfrared region (out to lO/i); from 1,000 to 100, the 
far infrared. The ultraviolet region extends from 25,000 to 100,000 
cm (1,000 A). The prmcipal X-ray region is from 10^ to 10® cm 

The wave length of a line tn wir is slightly different from the wave 
length in vacuum. Since ordinary spectroscopic work is done in air, 
wave lengths above (about) 2,000 angstroms are commonly given 
in air » Below 2,000 A, however, they are usually given m vacuum, 
since vacuum spectrographs are commonly employed for work in that 
region The two wave lengths are related by the equation 

Xteo “ Mkairy 

where u is the refractive index of air; thus the relation actually used 
ordinarily in obtaining wave numbers from optical wave lengths in 
air, or vice versa, is 

1 

V = 

/^Aair 

The difference between Xvao and Xair is somewhat less than 1 part in 
3,000. Tables have been published to facilitate the conversion from 
Xair to V or vice versa. ^ 

Measurements of wave lengths in the visible and near-visible 
region of the spectrum are now possible with an accuracy of at least 
1 part in 1 million 

87. Early Search for Regularities in Spectra. — One of the first 
features of spectra to be noticed was that the spectrum of a given 
element depended a great deal upon its mode of excitation. When 
the spectrum was produced by a sparky many lines were observed 
which were absent, or at least much weaker, when a steady arc 

1 Cf the recent extensive table, ** Massachusetts Institute of Technology Wave- 
length Tables,’^ John Wiley & Sons, Inc , New York, 1939 

2 Cf. Kaysee, H , ‘^Tabelle der Schwingungszahlen,’^ S. Hiri&el, Leipzig, 1925. 
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or a flame was employed. These lines are said to form the spark 
spectrum (formerly, the “enhanced"’ spectrum) of the element, those 
lines present in the arc forming its arc spectrum. It was later estab- 
lished that arc spectra are emitted by neutral atoms, spark spectra 
by ionised atoms. 

As soon as dependable wave-length measurements became avail- 
able, numerous investigators, reasoning from the analogy of ovei’tones 
in acoustics, sought for harmonic relations in the lines found in the 
spectrum of a given element. This search proved fruitless; but certain 
relations of a different t 3 ;^e were discovered 

Liveing and Dewar, ^ in the early eighties, emphasized the physical 
similarities occurring in the spectra of such elements as the alkali 
metals. They called attention to the successive pairs of lines in 
the arc spectrum of sodium and pointed out that these pairs were 
alternately “sharp” and “diffuse” and that they were more closely 
crowded together toward the short-wave-length end of the spectrum, 

] III I Ti iilir ji 1 1 j I ilirr 

2500 2600 2700 3oO 

Waveleng+h (in Angstroms) 

Fig. 49 — Seine lines in the spectrum of zme in a limited wave-length range in 
the ultraviolet The lines marked with a cross (X) belong to one senes of triplets, 
lines marked (O) belong to another senes 

suggesting some kind of series relation, which, however, they were 
unable to discover A httle later, Hartley^ discovered an important 
numerical relationship between, the components of doublets or triplets 
in the spectrum of a given element. If frequencies, instead of wave 
lengths, are used, Hartley found that the difference infrequency between 
the components of a multiplet {i e., doublet or triplet) in a particular 
spectrum is the same for all similar mvltiplets of lines in that spectrum. 

Hartley’s law made it possible to isolate from the large number of 
lines in any given spectrum those groups of lines which were undoubt- 
edly related* But the task was not an easy one. Figure 49 shows 
the lines in the zinc spectrum from about 2,500 to 2,800 A. Two 
triplets having constant frequency differences are marked by crosses 
(X) in Fig. 49 This same spectral region, however, contains another 
overlapping series of triplets, which are designated by circles (O). 
The sorting out of these related lines required a great deal of diligent 
and patient study. 

The beginning of our knowledge of spectral-series formulas dates 

1 Boy. Soc , Proc , voL 29, p 398 (1879); voL 30, p. 93 (1880). 

a Chem. Soc. J., vol. 43, p 390 (1883). 
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fiom the discovery by Balmer,^ in 1885, that the wave lengths of the 
nine then known lines in the spectrum of hydrogen could be expressed 
by the very simple formula 



where 6 is a constant the numerical value of which, to give X m ang- 
stroms, is 3,645 6 and n is a vanable integer which takes on the suc- 
cessive values 3, 4, 5, • • * for, respectively, the first (beginning at 
the red), second, third, • • * line in the spectrum. Balmer compared 

the predictions of this formula with the best values then available 
for the wave lengths of the hydrogen lines The four lines in the 
visible region had been measured by Angstrom and others; five 
ultraviolet lines in the spectrum of white stars had been measured by 
Huggins Table I, taken from Balmer’s paper, shows the comparison 

Table I — Wave Lengths of the First Nine Hydrogen Lines 


71 * 

(Computed by Balmer from His Formula X = 3,645 6—7; i (a = 2) 

' n* — a* 


Line 

n 

X (computed), 
angstroms 

X (observed), 
angstroms 


3 

6,562 03 

6,562 10 

(Angstrom) 


4 

4,860 80 

4,860 74 

(Angstrom) 

Hr 

5 

4,340 0 

4,340 10 

(Angstrom) 

Hs 

6 

4,101 3 

4,101 2 

(Angstrom) 

H« 

7 

3,969 7 

3,968 1 

(Huggins) 

Hf 

8 

3,888 6 

3,887 5 

(Huggins) 

H, 

9 

3,835 0 

3,834 0 

(Huggins) 


10 

3,797 5 

3,795 0 

(Huggins) 

•H, 

11 

3,770 2 

3,767 5 

(Huggms) 


of the formula with the measured wave lengths The agreement is 
seen to be excellent in the visible spectrum. The discrepancy between 
Balmer^s computed values and the measurements of Huggins increases, 
however, to nearly 1 part in 1,000 for Balmer questioned whether 
this discrepancy indicated that the formula was only an approxima- 
tion or whether the data were in error. Recent measurements have 
considerably revised Huggins' data but have also revealed the need 
for a slight correction to Balmer's formula [of. Sec. 136(5)]. 

Balmer correctly predicted that in this series of hues in hydrogen 
no lines of longer wave length than would be found and that the 

1 Ann d, Physik, vol 25, p 80 (1885) 
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senes should “converge” at X = 3,645.6 A, since the fraction 

n® 

approaches unity as n becomes large In Fig. 50 is reproduced a 
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i"iG. 50 — The Balmer senes of atomic hydrogen, in emission marks the 

theoretical position of the senes limit, [Photograph by G Uerzberg, Ann. d Phystk^ vol. 
81, p 565 (1927) , reprinted by courtesy of Prentice-Hall ^ Inc , Ifew Y orh^ from G. Her^erg^ 
"'Atomic Spectra and Atomic Structure,'' (1927 )] 


.photograph of the first few lines of the Balmer Series; in Fig. 51 is 
shown another photograph of the same series starting from the seventh 
line, more strongly exposed so as to bring out more lines 

The impetus which Balmer’s discovery gave to work in spectral 
series is another illustration of the highly convincing nature of rela- 
tions which are expressible in quantitative form. Soon after the 



Fig. 51, — Higher members of the Balmer senes, m emission, starting from the seventh 
line and showing the continuum. {After G. Herzberg, see credit under Fig 50 ) 


publication of Balmer^s work^ intensive investigations in spectral 
senes were initiated by Kayser and Runge and by Rydberg. We 
shah, discuss next some of the results that were obtained by Rydberg 
88, Spectral Series and Their Interrelations. — In announcing his 
discovery, Bahne^r raised the question as to whether or not his formula 
might be a special case of a more general formula apphcable to other 
series of lines in other elements. Rydberg set out to find such a 
formula,.^ Using the comparatively large mass of wave-length data 
then avafiable and starting from the above-mentioned work of liveing 
and Dewar, Bydbepg isolated other series of doublets and triplets 
of constant frequency difference, according to Hartley's layr of con- 

^ Ahrfei ipycibieEg's i^lrerk is given by hun in PM- VeL 2% p>. 

a fu|l^ 0 C Baly’s ** Spectroscopy)^ 
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slant wave-number separation. In all cases, these series showed a 
tendency to converge to some limit in the ultraviolet. He found that 
he could distinguish two types of such series: a type in which the 
lines were comparatively sharp, which he called, therefore, sharp 


s, 

s p ct s d d 
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I 

9 

Fig 52 — Principal lines in the spectrum of the neutral sodium atom p = principal, 
s = sharp, d — diffuse series Dotted lines indicate series limits. The first line of the 
sharp series, in the infrared at 11,393 A, is not shown. 

series; and a type which, because the lines were comparatively broad, 
he called diffuse series. Both types of series occurred in the arc 
spectrum of the same element. In many arc spectra, he found also a 


8r 




third type of series m which 
the doublet or triplet spacing 
decreased as the frequency or 
ordinal number of the line 
increased, as if tending to vanish 
at the convergence limit of the 
series; these he called principal 
series, because they commonly 
contained the brightest and most 
persistent lines in the spectrum. 
The chief lines of the principal, 
sharp, and diffuse series of 
sodium are plotted in Fig 52 
and marked p, 5 , d, respectively. 
In searching for a formula, 
Rydberg plotted the wave num- 
bers of the lines, or their differ- 
ences, in various ways By a 
‘Tine’^ in this connection is 
meant a complex of actual lines 
forming a doublet or triplet, 
which is seen as a single line in a 
spectroscope of moderate resolv- 
observed that a similarity existed not only among 
series of a given element but also between series of 
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Ordinal Number of Difference 
Fig 53 — Wave-number differencee be- 
tween successive lines in the sharp and the 
diffuse senes of sodium 


He 


ing power 
the several 
different elements. 
live For example, m Fig. 53, the differences in wave numbers between 
successive lines iu the sharp series of sodium, and sinul^-r differences 


He then showed that this similarity was quantitor 
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for the diffuse series of the same element, are plotted as ordinates, 
represented by the circles, against the ordznal number of the difference 
as abscissas The resolving power is supposed to be limited so that 
each doublet appears as a single line It is found that exactly parallel 
smooth curves can be drawn through the observ^ed points; the two 
curves would coincide if the one for the diffuse series were displaced 
toward the right by a certain distance 5, equal to the length of the 
line aa or bb. Thus, we can say that the values of the successive 
differences for the sharp series are the same function of (m + 5) as 
the corresponding differences for the diffuse series are of m, where m 
is the ordinal number of the difference. Let us write Pd for the 
wave numbers of sharp and diffuse lines, respectively, and APs, Avd for 
the successive differences. Then, if 

Avd = /(m), Avs = /(m + 5) (123a, 6) 

A similar relationship must exist, then, for Pd and themselves. 
Let us write for the mth line of each senes 

Pdtn = Fd(ni), Psm = Faint), (124a, 6) 

Then, from (124a and 123a), 

— Pdm — Fd(m + 1) — Fdim) = /(m), (125) 

provided the ordinal numbers of the differences are properly chosen. 
Similarly, for the sharp senes, 

Pa.m+i — (m ri” 1) ~ Fa (m) = /(m + 5) (126) 

But, if we regard m as continuously variable in (125) and replace m 
by m + 5, we have 

/(m +8) ^ Fdim + 1 + 8) — Fdim + 8) 

Hence, from (126), 

Faim + 1) - Faim) = Fdim + l + d) -^Fdim + 5), 


or 

Fa im + 1) — Fd im + 1 "h 5) == (w) — Fd im -H 5). 

Replacing m by m + 1 in this equation, we find also that 

Fa im "h 2) — Fd im -f- 2 + 5) = Fa im + 1) — Fa im + 1 + 5) ; 
whence, by the last equation, 

Fa (^ + 2) — Fd (?i + 2 -h 5) = Fa im) -- Fdim + S), 
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and, eontmumg, 

(w + ^0 — Fd{m + + 5) = Fs{m) — Frii^ti + o) 

for any integral n Hence, replacing m + 7i hy ni simplv, we can 
write, for any m, 

(m) — Fd {ni + B) = C, 


where C is independent of m, or 

F,(m) C + Fd(m+ 8) (127) 


Thus, if we know Fd(m) and 5, we can at once write down F,(m) 

The form of Fd could only be discovered by a judicious guess 
Rydberg found that many observed series could be represented closely 
by an equation of the form 


R 

(m + 


(128) 


jjL and being constants which vary from one series to another 
Obviously, by properly choosing the ordinal number m of the lines, 
ju can always be made less than 1 in such a formula The constant 
represents the high-frequency liimt to which the lines in the senes 
ultimately converge The Balmer formula is a special case of this 
more general ^^Rydberg formula/^ as it is called; for Eq (122) can be 
written 

X b bm^ 


with = 1/6, 2? = 4/6, m == 3, 4, 5, • • . This is of the type of 
(128) with M = 0. 

The constant R in Eq (128) was found to he the same for a large 
group of senes for each substance, and very nearly the same for all sub- 
stances The slight variation of R from one atom to another is now 
known to be connected with differences in the atomic weight, the 
effect of which can be calculated theoretically (c/ Sec 94) It is 
thus possible to calculate what the value of R would be for an atom of 
infinite weight This latter value of R is denoted by the value 
for a particular kind of atom may then be indicated by a subscnpt 
According to Birge^ the probable value of R, obtained in this manner 
from spectroscopic observations as represented by Balmer’s formula 
with a shght correction [Sec. 136(6)], is 

< 

For hydrogen . Ah = 109,677 58 cm 

For helium . ItJh, = 109,722 26 cm."i 

For infinite atomic weight R„ = 109,737 30 cm 

^ Biboe, Rev Modem Physics, vol 13, p 233 (1941) 
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The value of R for the particular atom under discusiiion is kiiowm as 
the Rydberg constant for that atom 

89. Further Relationships between Series. Spectral Terms. — In 
addition to the qualitative similanties between spectral series already 
described, Rydberg discovered quantitative relationships between 
them. For one thing, he noted that the sharp and the diffuse senes 
appeared to have a common convergence limit. Next, he observed that 
this common limit was equal to a term in the formula for the principal 
series, viz , to the term R/{m + ixY with m set equal to 1; and that a 
similar equality held between the limit of the principcd series itself 
and the variable term^ for m = 1, in the formula for the sharp series. 

Because of these remarkable relations, the formulas for the three 
series in question could be Avritten in the following form 


R 

R 

m = 1, 2, 

(129a) 


(m + py 

R 

R 

m = 2,3,* 

(1296) 

(1 + py 

(m + sy’ 

R 

R 

w = 2, 3, • ' 

(129c) 

(1 + py 

(m + DY’ 


Here Ave have written P, D for the values of p that occur in the 
variable terms of the formulas for the principal, sharp, and diffuse 
series, respectively; and we have indicated that, at least for the alkali 
metals, m starts from 1 in the principal series but from 2 in the others. 

Two additional relations involving wave numbers of lines are at 
once apparent from the formulas. If we set m — 1 in the formula for 
Vs, we obtam the same number as the value of Vp for m = 1, but with 
reversed sign! Furthermore, the difference between the limit of the 
principal series and the common limit of the other two is just the wave 
number of the first line of the principal series (the “Rydberg-Schuster 
law, specifically enunciated by Rydberg in 1896 and independently in 
the same year by Schuster). 

The structure of these formulas suggested to Rydberg the possi- 
bility that the first term on the right might also vary, m the same 
manner as does the second, thus giving rise to additional series of lines; 
for exampl-e^ we might expect to find a series represented by the 
formula 

R R 

’ "' (2 + S)^~ {m+ Pr’ w=3, 4, ••• . 

Lines or eeries of IJtis sort were actually 4iac?overed lator by Rjtz. 
Such fines are called iMercombmoMm lims or mriesj and t^^ pbssi- 
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bility of their occurrence is known as the Rttz combtnation principle. 
Many examples of them are now known. 

The most significant features about atomic spectra m general 
thus seem to be the following • 

1 The wave number of each line is conveniently represented as the 
difference between two numbers. These numbers have come to be 
called terms, 

2 The terms group themselves naturally into ordered sequences, 
the terms of each sequence converging toward zero, 

3 The terms can be combined in various ways to give the wave num- 
bers of spectral lines 

4 A series of lines, all having similar character, results from the 
combination of all terms of one sequence in succession with a fixed term 
of another sequence Series formed in this manner have wave numbers 
which, when arranged in order of increasing magnitude, converge to an 
upper limit 

In the further development of spectroscopy, the spectral terms 
have tended increasingly to become the primary object of study 
In the analysis of a new spectrum, one of the first steps is to represent 
the wave numbers of all of the observed lines as differences between 
terms, using as few terms as possible. Rydberg^s approximate 
formulas for the spectral frequencies result from the use of an approxi- 
mate formula for the terms of the type 

R 

(m + 


jLt being a constant. 

The simple picture presented here, however, requires considerable 
extension in order to be adequate even regarding the spectra emitted 
by single atoms For one thing, m writing Rydberg formulas for 
spectral ''lines,” we have ignored the fine structure of the lines, by 
means of which series were first picked out; singlet series, in which 
each line is single, are known in many elements, but more commonly 
the lines form doublets, triplets, or groups of even more components. 
In such cases, a separate Rydberg formula must be written for each 
component line; in the spectra of the alkali metals, for example, 
doublets occur, so that six formulas instead of three are required for a 
complete representation of the chief series. Furthermore, the Ryd- 
berg formula itself is only a first approximation. The whole subject 
can be much better understood when the discussion can be centered 
about the atomic mechanism by which spectral hnes are emitted. 
Accordingly, further discussion of details will be postponed to a 
later chapter. 
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The remarkable properties possessed by spectral series pointed 
to the existence withm atoms of a comparatively simple and universal 
mechanism by which spectra are enutted. In terms of classical ideas, 
however, it was very difficult to imagine a mechanism which could 
emit spectra having the observed features. It was natural to assume 
that the higher members of a senes were of the nature of overtones 
Among acoustic vibrations, many cases are met with in which the 
frequencies of the overtones are not integral multiples of the funda- 
mental frequency; examples are the vibrations of bells and of the com- 
mon tuning fork. But no cases are known in which the frequencies 
of the overtones converge to an upper limit Furthermore, the Bitz 
combination pnnciple is without analogy in the classical theory of 
vibrating systems 

The key to the origin of spectral lines was not discovered until 
certain other hnes of evidence had led to the adoption of radically 
new conceptions concerning the structure of atoms. 

90. Early Views on Atomic Structure. — Speculations as to the 
structure of the atom date from the early years of the mneteenth 
century. In 1815, Prout proposed a hypothesis asserting that all 
elements are made up of the atoms of hydrogen as a primordtal substaTice, 
The hypothesis was based on the fact that the atomic weights of a 
large number of the elements are very nearly simple multiples of 
that of hydrogen, and Prout had no further data to support his views. 
Accordingly, when more accurate determinations showed that, in 
general, atomic weights were not exact integral multiples of the 
atomic weight of hydrogen and that there were such notable exceptions 
as chlorine, with an atomic weight of 35.5, ProuPs hypothesis was 
abandoned — to be revived again decades later m a new form and, of 
course, on the basis of newly discovered experimental evidence (see 
Chap XI). 

With the discovery of the electron by Sir J. J. Thomson, in 1897, 
theories of atomic structure began to assume a more definite form, 
since it became obvious then that the atom must be made up of 
numerically equal quantities of negative and of positive charges 
Two questions of importance then arose (1) How many electrons are 
there in atoms? and (2) How are the electrons and the positive charges 
in the atom arranged? Two independent Imes of evidence gave an 
answer to the first of these two questions. 

1. On the basis of classical theory, Sir J. J. Thomson showed 
that, when a beam of X-rays parses through matter, it should be 
scattered, the scattering coefficient <r being given by 


8x 

3 


N, 


0 - = 
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A\here c and 7n are, respectively, the charge and mass of the election, 
c is the velocity of light, and N is the number of electrons per unit 
volume [Sec 172(6)] Knowing N from the experimentally deter- 
mined value of a and knowing the number of atoms per unit volume 
of the scattering material, the number of electrons per atom could be 
computed. From early measurements of <r, Thomson^ computed 
that the number of electrons per atom was of the order of the atomic 
weight; but, from later measurements,^ Barkla concluded that the 
number of electrons per atom is, for the lighter atoms at least (except 
hydrogen), more nearly one-half the atomic weight [see Sec 172(6)]. 
The carbon atom, for example, with atomic weight 12, was found m 
this way to have 6 electrons It was later shown that the scattering 
coefficient for hydrogen is such as to indicate that it has only 1 electron 
per atom. 

2 A stream of electrons traveling with very high velocity is able 
to pass through thin sheets of matter but, m so doing, is diffused, the 
electrons being deflected, more or less, from their initial direction 
as a result of the electrostatic forces acting on the moving electrons 
when they pass near the electrons in the atoms of the thin sheet. 
Comparing the computed value of the diffusion with that observed 
expenmentally, Thomson concluded that the number of electrons per 
atom should be of the order of the atomic weight. 

These conclusions were corroborated in a general way by cal- 
culations in regard to the dispersion of light by monatomic gases. 
The number of electrons in an atom was thus not determined definitely, 
but its order of magnitude was indicated. Since the normal atom is 
electrically neutral, the quantity of positive electricity per atom was 
thus roughly determined as well. Now, Thomson had shown that 
the mass of the electron is of the order of one two-thousandth of the 
mass of the hydrogen atom. It was obvious, therefore, that the 
mass of the atom is vastly greater than the total mass of the com- 
paratively few electrons which it contains; and it was logical to assume 
that practically the entire mass of the atom is associated with its 
positive charge. 

The problem as to the arrangement of the electrons and of the 
positive charge in the atom then came to the fore. On the basis of 
classical ideas, it seemed obvious that this arrangement must be such 
as to meet two conditions. (1) The ensemble of positive charge and 
negative electrons which make up the atom must be stable; the elec- 
trons, for example, must be held by (electrostatic?) forces in fixed 

1 Electron Theory of Matter,” p, 145. 

^Phtl Mag., vol. 21, p. 648 (1911). 
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positions of equilibrium about T\hich they may vibrate, when dis- 
turbed, with the definite frequencies required to explain the character- 
istic line spectra of the elements (2) Except when so disturbed, the 
electrons must be at rest, since otherwise they would emit radiation 
as required bv the electromagnetic theory. The much greater mass 
of the positive charge made it reasonable to assume that it is the 
electrons, rather than the positive charges, which vibrate in the process 
of emitting radiation 

A possibility considered by J. J. Thomson was that the positive 
electricity might be distributed continuously throughout a certain 
small region, perhaps with uniform density throughout a sphere. The 
electrons might then be embedded in the positive electricity, occupying 
normally certain positions of equilibrium, and executing harmonic 
vibrations about these positions when slightly disturbed Frequencies 
in the visible spectnim might thereby be emitted if the sphere of 
positive electricity were of the order of 10-^ cm. in radius. Thomson 
was unable to show, however ,4hat these frequencies might be such as 
to form a series converging to an upper limit, and eventually his theory 
came into conflict with the experiments of Rutherford and his collab- 
orators on the scattering of a particles, which are now to be described. 

91. The Scattering of Alpha Particles by Atoms. — ^The a-rays from 
radioactive materials have been shown to be positively charged par- 
ticles which have (1) a mass almost exactly equal to that of the helium 
atom and (2) a positive charge numerically equal to twice the charge 
on the electron. Since helium is known to be produced by radioactive 
substances which emit a-rays, the latter are identified with helium 
atoms which have lost 2 electrons (c/. Sec 198 in Chap. XI). The 
initial velocity of the a particles, although depending somewhat 
on the radioactive material from which they originate, is of the order of 
2 X 10® cm. per second. These particles can be studied by means of 
the flashes of light or scmtillations which they produce on striking a 
zinc sulfide screen, the impact of a single particle producing a visible 
flash. These flashes are readily observed under alow-powermicroscope. 

If a stream of a particles^ limited by means of suitable diaphragms 
to a narrow cylindrical pencil, he allowed to strike a zinc sulfide 
screen placed at ri^t angles to the path of the particles, the scintilla- 
tions will occur over a Well-defined circular area equal to the cross 
section of the pencil. If, now, a thin film of matter, such as gold 
or silver fo0, 1$ jnterposed in the path of the rays, it is fouifd that they 
pass qnite readily through the f oil^ but that the area over which the 
scintillations^ occur become^ larger and loses its definite boundary, 
indicatorg liiat some of the particles have been deflected ftpm ihm 
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original direction. This spreading out of the stream of particles on 
passing through thin layers of matter, solid or gaseous, is called 
“scattering ” 

Quahtatively, it is easy to explain the origin of the forces which 
cause the deflection of the a particle The particle itself has a twofold 
positive charge. The atoms of the scattering material contain 
charges, both positive and negative. In its passage through the 
scattering matenal, the particle experiences electrostatic forces the 
magnitude and direction of which depend on how near the particle 
happens to approach to the centers of the atoms past which or through 
which it moves. 

If we assume the Thomson model of the atom, with its sphere of 
positive electrification, inside which are electrons, the path of an a 
particle in passing through such an atom might be as indicated in Fig. 
54, the net result of the passage being to deflect the path of the particle 

through a small angle 6, The major 
part of .this deflection arises from the 
electrostatic repulsion on the a par- 
ticle due to the charge on the positive 
sphere, which, for the heavier atoms 
at least, has a mass many times that 
of the a particle. The electrons 
within the positive sphere, being 
capable of motion about their respec- 
tive positions of equilibnum and possessing a mass which is very small 
compared with the mass of the a particle, will produce no appreciable 
deflection of the latter. Rather, the electrons themselves would be 
pulled from their positions of equihbrium and set vibrating or even 
expelled from the atom by the passage of the a particle The total 
deflection of any given particle in passing through or past a number of 
such atoms in a thin layer of scattenng material will be governed by 
the laws of probability. Thomson showed^ that the mean deflection 
<f>m of a particle in passing through a thin plate of thickness t should be 

<t>m == dy/NTvaH, 

where 0 is the average deflection due to a single atom, N is the number 
of atoms per unit volume, and a is the radius of the positive sphere. 

This process of scattering of the a particles as a result of a large 
number of small deflections produced by the action of a large number 
of atoms of the scattenng material on a single a particle is called 

1 Cambridge Phtl Soc , Proc , vol 15, p 465 (1910). 



Fig. 54. — Deflection of an a particle 
by a Thomson atom 
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multiple^ or compound, scattering It is readily seen that the structure 
of the atom assumed by Thomson would not result in a large deflection 
due to any single encoimter According to Rutherford, the number 
of a particles which, as a result of multiple scattering, should be 
scattered by such an atom through an angle or greater is given by 

where No is the number of particles for 0 = 0, and 0^ is the average 
deflection after passing through the scattermg matenal. 

Now Geiger had shown^ experimentally that the most probable 
angle of deflection of a pencil of a particles in passing through gold 
foil 1/2,000 mm thick is of the order of 1°. It is evident, therefore, 
from the last equation, that the probability for scattering through 
large angles becomes vamshingly small, for 30®, for example, it would 
be of the order of 10“^^. Geiger showed that the observed scattering 
obeyed this probability law for small angles of scattering but that 
the number of particles scattered through large angles was much greater 
than the theory of multiple scattering predicted. Indeed, Geiger and 
Marsden showed^ that 1 in 8,000 a particles was turned through an 
angle of more than 90® by a thin film of platinum, i e , was, in effect, 
diffusely reflected. This so-called '^reflection,'' however, was shown 
to be not a surface phenomenon but rather a volume effect, smce the 
number of particles turned through more than 90® increased, up to a 
certain point, with increasing thickness of the scattermg foil. It 
was also found that the proportion of particles diffusely reflected 
increased approximately as the % power of the atomic weight of the 
foil. 

It was impossible to explain this excess scattering of a particles at 
large angles on the basis of multiple scattering by a Thomson atom 
and the laws of probability There must be something wrong, then, 
with Thomson's picture of the atom. 

92. Rutherford’s Nuclear Atom. — (a) Rutherford^ s Hypothesis — 
Accordingly, Rutherford, in a classic article^ which may be regarded 
as the starting point of our modem ideas on atomic structure, proposed 
a new type of atom model capable of giving to an a particle a large 
deflection as a result of a single encounter. He assumed that the 
positive charge of the atom, instead of being distributed continuously 
throughout a region of atomic dimensions, is concentrated in a very small 

^ Roy Soc., Proc.j vol. 83, p. 492 (1910). 

2 Ihtd., vol. 82, p. 495 (1909). 

® Phil. Mag., vol 21, p. 669 (1911). Every student of modem physics should 
read had thoroughly digest this article. 
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legion than 10"^- cm. in diameter This concentrated chaige, later 
called the ‘^nucleus,” was assumed to be surrounded by the electrons 
m some sort of configuration 

The difference in the effect which the two atoms, Thomson's and 
Rutherford's, have on an a particle passing in their neighborhood is 
shown in Fig 55 In (a) is represented diagrammatically the path 
of an a particle through Thomson’s atom, the initial path of the 



(a) The Thomson A+om (WThe Rulherford A-fom 

Fig. 55 — Comparison of deflections of an a particle by (o) the Thomson atom and 
(6) the Rutherford nuclear atom, for similar conditions of incidence. 


Sfream of 
alpha parlic/e^ 




particle being so directed that, if it were not deflected, it would pass 
through the atom at a distance p from its center The force which the 
particle experiences as it penetrates more deeply into the Thomson 
atom becomes less and less At point c, the force, although at right 
angles to the path, is a minimum. The deflection produced, equal 
to the angle between ab and de, is small. In Rutherford’s model 
[Fig 55(6)] we have a different state of affairs. Over the path a'6', 

the forces which the particle expe- 
riences are the same as for the cor- 
responding path in (a). Aftei 
passing point 6', however, the forces 
continue to increase according to the 
inverse square of the distance 
between the particle and the nucleus, 
instead of decreasmg as was the case 
m (a). The difference in the forces 
experienced by the a. particle in the two cases becomes very great as 
the particle approaches the nucleus It is readily seen that the net 
result of all this is that the Rutherford model gives to the particle a 
much greater deflection than the Thomson model. 

Rutherford calculated mathematically the distnbution of the 
particles to be expected, as the result of single scattering processes by 
atoms of the type assumed. The scattering is usually measured by 
allowing the particles, after passing through the foil F (Fig. 56), to 


Tiq 56 
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fall on the zinc sulfide screen iS placed normal to the initial path of the 
particles By means of a low-power microscope, the number of par- 
ticles striking the screen in the neighborhood of P is observed for 
vanous angles of scattering <^> Rutherford showed that the numbei 
of particles per unit area stnking the screen should be proportional 

(1) to l/sin^“, (2) to the thickness t of the scattering matenal, for 

small values of t ; (3) to (Ze) where e is the charge on the electron and Z 
IS an integer depending on the kind of atom; and (4) inversely pro- 
portional to the square of the initial kinetic energy of the a particles 
(6) Experimental Confirmation — These predictions were completely 
verified by the experiments of Geiger and Marsden ^ Their data are 



Log of Scin+itlcifions per Unit Area at Angle^ from Incident Diredion 
Fig. 57 — The law of the scattering of a. particles 


shown graphically in Fig. 57, in which the logarithm of the number 
of scintillations on the screen per minute is plotted as abscissa against 
the logarithm of l/sm^(<^/2) as ordinate If these two quantities are 
proportional to each other, the points for each substance should lie 
on a straight line mclmed at 45° with the axes. The two lines in the 
figure are drawn at exactly 45°, and the observed points are seen to 
agree well with the predictions. This is the more remarkable since 
the numbers of scintillations varied in the experiment over a very wide 
range of values, the Ipft-hand points on the plots representing 22 par- 
ticles per minute for silver and 33 for gold, whereas the ri^t-hand 
points represent 105,400 and 132,000, respectively. 

The predict W of Rutherfprd that the scattering should, for small 
thicknesses, be proportional tq thlclmess was qonfixmed by the obserwa- 

^ GhioSr and MABsnto, jF% 1 iNTof., vol 25, p 605 (1913). 
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tions. It will be recalled that, on the theory of multiple scattering by 
the Thomson atom, the square root of the thickness is involved. 
Geiger and Marsden also showed, m confirmation of the fourth of 
Rutherford’s predictions, that ''the amount of scattering by a given 
foil is approximately proportional to the inverse fourth power of the 
velocity (inverse square of the energy) of the incident a particles,” 
over a range of velocities such that the number of scattered particles 
varied as 1.10 

(c) Atomic Number, — Geiger and Marsden further concluded, 
from a study of the variation of scattering with atomic weight and 
of the fraction of the total number of incident particles scattered 
through a given angle, (1) that the scattering is approximately propor- 
tional to the atomic weight of the scatterer over the range of elements 
from carbon to gold, and (2) that ‘^the number of elementary charges 
composing the center of the atoms is equal to half the atomic weight ” This 
second conclusion was in agreement with Barkla’s experiments on the 
scattering of X-rays previously mentioned (Sec. 90), which determined 
the number of electrons associated with an atom. Accordmg to these 
results, carbon, nitrogen, and oxygen should have, respectively, 6, 7, 
and 8 electrons, around a nucleus containing, in each case, an equal 
amount of positive charge Now, these elements are, respectively, the 
sixth, seventh, and eighth elements in the periodic table. The hypoth- 
esis was natural, therefore, that the number of electrons in the atom, 
or the number of units of positive charge on its nucleus^ is numerically 
equal to the ordinal number which the atom occupies in the series of the 
elements, counting hydrogen as the first. This assumption gives to 
hydrogen 1 electron, and an equal charge on its nucleus, in agreement 
with the data on the scattering of X-rays by hydrogen Helium 
would then have 2 electrons and a twofold positive charge on the 
nucleus; and we see, therefore, that the a particles, which have been 
shown to be helium atoms with a twofold positive charge, are helium 
nuclei. Lithium, the third element, should have 3 electrons and a 
threefold positive charge on the nucleus. Neon, the tenth element, 
should have 10 electrons; and so on. Thus originated the concept of 
atomic number, the importance of which was soon to be emphasized 
by the pioneer work of Moseley in the X-ray spectra of the elements 
The atomic number, symbol Z, of an element we may think of variously 
as (1) the ordinal number of the element in the series of the elements 
starting with Z = 1 for hydrogen, or (2) the positive charge earned by 
the nucleus of the atom, in terms of the electronic charge ^ as a unit, 
or (3) the number of electrons surrounding the nucleus in the normal, 
neutral atom, 
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These experiments of Geiger and Marsden so completely confirmed 
the conclusions which Rutherford had reached by postulating the 
nuclear type of atom that, m spite of certain weighty objections, 
the Rutherford atom model was at once universally adopted. 

(d) Some Difficulties — The objections to the nuclear type of atom 
are, in large part, concerned vdih questions of stability. It is obvious 
that equilibrium cannot be secured, if the electrons are at rest, by the 
operation of electrostatic forces alone For, consider [Fig. 58(a)] a 
nucleus with a double positive charge +2e and with 2 electrons sym- 
metrically placed at a distance r from the nucleus Assuming the 
inverse-square law, the attraction of the nucleus for each electron is 
2 g 2 /y. 2 , the electrons repel each other with a force equal to only 
one-eighth of this, viz.j e^l(2r)\ The electrons will, therefore, ^Tall 
into” the nucleus. 



Fig 58a. Fig. 585. 

Something is gamed by giving to the electron an orbital motion, 
such as that of the earth round the sun, but not enough Let a nucleus 
[Fig. 58(&)] have a charge +E and a mass M, and let a single electron, 
charge — e, mass m very small compared with M, revolve around it in a 
circular orbit of radius a at such velocity v that 

Ee _ mv^ 

~ r 

Newton^s mechanical laws of motion are then satisfied But, accord- 
ing to the fundamental laws of the electromagnetic theory, such a 
revolving electron, smce it is subject to a constant acceleration toward 
the center of its orbit, should radiate energy This energy can come 
only from the energy of the system. The system will, therefore, ‘‘run 
down” ; the electron will approach the nucleus along a spiral path and, 
as can easily be shown, will give ovt radiation of constantly increasing 
frequency This, however, does not agree with the obseiwed emission 
of spectral lines of fixed frequency. 

It was at this point that Bohr introduced his epoch-making theory 
of the structure of the atom and of the origia of spectra. His theory 
constituted an extension of Planck's theoi^ of quanta to Rutherford's 
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nuclear atom, in an attempt, extraordinarily successful, both to 
lemove the difficulties of the nuclear model and to explain the origin 
of the characteristic spectra of the elements 

93. The Bohr Theory of Atomic Hydrogen. — ^As we have seen in 
the last chapter (Sec 84), the essential features of Planck's original 
quantum theory were two: 

1. An oscillator can exist only in one of a number of discrete 
quantum states, and to each of these states there corresponds a definite 
allowed value of its energy 

2. No radiation is emitted while the oscillator remains in one of its 
quantum states, but it is capable of jumping from one quantum state 
into another one of lower energy, the energy lost in doing so being 
emitted in the form of a pulse or quantum of radiation. 

Successful applications of the first of these assumptions had already 
been made in other fields, notably by Einstein and especially by Debye 
m the specific heat of solids, which will be discussed in a later chapter 
(Sec 163, Chap. IX). Nicholson had also attempted to apply the 
theory to spectra, and with some success, but he was unable to make 
it yield a series of lines converging to a limit. Bohr discovered how to 
apply similar ideas to a hydrogen atom of the Rutherford type and 
succeeded in arriving at a theoretical formula for its spectrum that 
agrees with observation ^ 

Bohr assumed that an electron in the field of a nucleus was not 
capable of moving along every one of the paths that were possible 
according to classical theory but was restricted to move along one of a 
discrete set of allowed paths. While so moving, he assumed that it did 
not radiate, contrary to the conclusion from classical theory (Sec. 35), 
so that its energy remained constant; but he assumed that the electron 
could jump from one allowed path to another one of lower energy and 
that, when it did so, radiation was emitted containing an amount of 
energy equal to the difference in the energies corresponding to the two 
paths. ♦ 

As to the frequency of the emitted radiation, he considered several 
alternative hypotheses but finally adopted the same assumption that 
Planck had made for his oscillators. That is, if Wi and Wa are the 
energies of the atom when moving in its initial and final paths, respec- 
tively, the frequency of the radiation emitted is determined by the 
condition that 


j; SK 



( 130 ) 


‘ Bohr, N , PhU Mag., vol. 28, p, 1 (1913), 
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where h is Planck’s constant (Secs, 84 and 85) This assumption had 
the additional advantage of agreeing with that made by Einstein in 
arriving at his highly successful photoelectric equation [Sec. 46, Eq 
(48)]. For the latter reason, Eq (130) came later to be known as the 
Einstein frequency condition. 

Concerning the formulation of the condition that determines the 
allowed paths, Bohr was also in some doubt. While the electron 
remains in one of its “stationary states,” as he called them, he supposed 
it to revolve in a circular or elliptical orbit about the nucleus, just as the 
earth revolves about the sun, in accordance with the classical laws of 
mechanics. But what fixes the size and shape of this orbit? Bohr 
showed that it would suffice to assume a certain relation between the 
frequency of the emitted radiation and the frequency of revolution 
of the electron in its orbit. In the end, however, he preferred to 
postulate that the orbit is a circle, with the nucleus at its center, and of 



such size that the angular momentum of the electron about the nucleus 
is equal to an integral multiple of the natural unit /i/2x. 

It was recognized later that the postulate in this form is in harmony 
with the final interpretation that Planck had found for h in the case of 
the harmonic oscillator We saw m Sec 84 that the state of the 
oscillator might be represented by a point on a plane, with the coordi- 
nate X and the momentum p of the oscillator taken as Cartesian 
coordinates, and that, as long as the energy of the oscillator remained 
constant, this point would move along an ellipse (Fig. 59). The 
condition for a stationary state or quantum state of the oscillator could 
be said to be that the a^ea enclosed by this eUipse should be an integral 
multiple of h. For the enclosed area, we can obviously write dx^ 
^ meaning integration oyer a complete cycle. While x ranges from its 
minimum to its maximum value, pa? is positive (above Ox in Fig. 59); 
whereaip during the oth^ half^cycle^ as x decreases again so that dx ;< 0, 
Pi#»^gatire,!and^Pidir^toagam poririve-. < Thus a p-ositive; value is 
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obtained for the area. Planck’s condition for a quantum state of the 
oscillator can, therefore, be stated as follows: 

J'pdx = nh, (131) 


where n stands for any positive integer. 

This rule can at once be modified so as to 
apply to the revolving electron If we take, as 
its coordinate, its angular displacement from a 
fixed line, (Fig 60), the (generalized) momen- 
tum P 4 , corresponding to (p is the ordinary angu- 
lar momentum. Equation (131) thus takes the 
form, for the revolving electron, 

^P 4 ,d<p = nh. 



But here p^ is constant during a revolution, so that fp 4 >d 4 > == p^^ d<p 
and ^ d<p — d4> = Thus, from the last equation, we have, 

as the condition for a quantum state, Bohr’s quantum condition: 



(132) 


n being any positive integer. 

Bohr’s theory represents a remarkable combination of principles 
taken over from classical theory with postulates radically at variance 
with that theory He solved the old problem of stability merely 
by postulaUng that the cause of instabihty, the emission of radiation 
and the accompanying radiation reaction, did not exist so long as the 
electron remained in one of its allowed stationary orbits. The electron 
could thus remain in its stationary state of lowest energy indefinitely, 
without spirahng down into the nucleus, as classical theory would 
require. But the problem of stability was solved only at the expense 
of throwing away the only picture we had of the mechanism by which 
the atom could radiate energy. For Bohr’s postulates provide no 
picture of the sequence of events dur%ng transitions between orbits. 

A hybrid theory of this sort was widely felt to be unsatisfactory; 
but we shall see in the next section that it was astonishingly successful 
(in the case of atomic hydrogen). In the next chapter, on wave 
mechanics (Chap. VII), we shall describe the theory that ultimately 
replaced the Bohr theory This theory leads, at least approximately, 
to the same set of energy values for the stationary states or quantum 
states of the hydrogen atom as does the theory of Bohr, but it suggests 
quite a different picture of the behavior of the electron while m a 
quantum state. In the new theory, it is only about half true that the 
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electron is in motion in the atom, even when it is in one of its higher 
quantum states; at least, it cannot be said to follow a definite orbit 
Because of the abstractness of the new theory, the original simple 
Bohr picture is commonly felt to retain something more than mere 
historical interest 

94. Quantum States of One Electron in an Atom. — The allowed 
values of the energy as given by Bohr's theory for an atom containing 
a single electron are easily deduced from his basic assumptions For 
greater generality, let the nuclear charge be Ze, Z being the atomic 
number and, therefore, an integer, and e being the numerical electronic 
charge, in electrostatic units. Our calculations will then hold not only 
for the neutral hydrogen atom but also for a singly ionized atom of 
helium, for doubly ionized lithium, and so on. 

It is assumed that the electron revolves in a circle with angular 
momentum 




md^o) 



(133) 


where n is a positive integer, called the quantum number" of the state 
in question, m is the electronic mass, a the radius of the orbit, and co the 
angular velocity of revolution. To satisfy the laws of mechanics, we 
must have the necessary centripetal force on the electron supplied 
by the force of attraction due to the nucleus, whence 

maa)2 = (134) 

Elinomating w from these two equations, we find for the radius of the 
orbit 


Airhpne^Z 


(136) 


The energy of the electron wiU. be partly kinetic and partly poten- 
tial. If we call the energy zero when the electron is at rest at infinity, 
its potential energy in the presence of the nucleus, accordmg to the 
usual electrostatic formula (charge times potential), is 



a 


Its kinetic energy is 
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by (134) Thus K = 
inverse-square force. 


—}iU, a relation pecuhar to motion under an 
The total energy is IT = if -f or 


w = -i?!’. 

la 


hV ' 


(136) 


by (135) This is the energy of the atom when the electron is in its 
Mth stationary or quantum state. Here and in Eq (135), the quantum 
number n may take on any integral value, n = 1, 2, 3, * * • . 

From Eq (136), we see that, the larger the value of n, the smaller 
nnmencally but the larger in algebraic value is the energy of the system 
The lowest value of is that corresponding to the first orbit. This 
state IS called the normal (quantum) state, or ground state, of the 
atom, since it should be the most stable state and the one ordinarily 
occupied by the electron 

It is interesting to note that according to Eq (135) the radii of the 
successive allowed orbits are proportional to to 1^, 2^, 3^, 42 , • • • or 
to 1, 4, 9, 16, • • . If in (135) we substitute Z = 1 for hydrogen and 

A = 6 61 X 10“^^ e = 4 803 X 10~^®, m = 0 9107 X 10“^® gram, and 
n = 1, we find for the radius of the smallest Bohr circle for hydrogen, 
or the radius of its orbit in the normal atom, 

4^2 = 5 27 X 10-^ cm (137) 


The diameter of the orbit is thus close to 10~® cm., which agrees very 
well with estimates of the atomic diameter obtained from kinetic 
theory. This is a first indication that the new theory may be able to 
explain, among other things, the apparent sizes of molecules In 
atoms contaimng only 1 electron but a larger nuclear charge, the orbits 
are all smaller in the ratio 1/Z. 

It must be remarked, however, that our calculations contain a slight 
jyf error. What we have actually 

• • ♦ developed is a theory 

k-a--4^ — J In reality, if the electron revolves 

in a circle about the nucleus, as we 
have supposed it to do, its path in space will be a circle about the 
cent&r of mass of the combined system, which is slightly displaced from 
the nucleus (Fig. 61). At the same time the nucleus itself revolves 
about the center of mass in a smaller circle. If a is the distance of the 
electron from the nucleus, and a', a" the respective distances of electron 
and nucleus from the center of mass, then 

f M ff m 

a — “ I M a, a — ^ a, 

m + M 

where M is the mass of the nucleus. 
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The total angular momentum about the center of mass is then the 
sum of that due to the electron and that due to the nuclear motion oi 


ma'^oi + Ma"^u> = m 






'{m + MY 


■YM 


m‘ 


{m + 




ml/ 
m + M 


a-o). 


Let us write 


, ^ mM . 
m + M’ 


(ISS'i 


m' so defined is called the reduced mass of the electron Then we can 
write for the total angular momentum tn'a^co, and, if we assume that 
Bohr’s postulate has reference to the total angular momentum of the 
atom, we shall have, in place of (133), 





(133') 


Furthermore, in the left-hand member of the dynamical equation, 
(134), a, representing the radius of the electronic orbit m space, is now 
to be replaced by a'. The same result is obtained, however, if, retain- 
ing a, we replace m by m' as defined by Eq. (138). In the right-^hand 
member of (134), however, a represents the distance between the 
electron and the nucleus and must be left unchanged. Thus in place 
of (134) we have 

m'oM^ = ^ (1340 


The expression for the potential energy U is unaltered The kinetic 
energy of the electron, however, will now be 3^ma'^co2, to which is to be 
added that of the nucleus, or the total kinetic energy of the 

atom IS thus 


mM 


2m + M 


2 1/22 1 ^^' 
= = 2— « 


by (134'). The total energy is thus 


as before., 


Wn 


2 a 


It is ea,mfy seen no^ th^t the effect of these changes is simply to 
replabe m iby m' As giv« by Eq. ,(li38) in all of the equations previously 
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wntten, including Eq. (135) and Eq. (136), so that these latter equa- 
tions become 






2T^m'e^Z^ 

hV 


(135', 136') 


We note that the nuclear motion causes the orbital radii and the 
allowed energies to vary slightly with M*, or with the atomic weight 

In addition to the discrete set of allowed orbits just described, in 
any one of which the electron is capable of moving with negative total 
energy, Bohr assumed that it could also move with any value whatever 
of positive energy In such a case the orbit would be a hyperbola, as 
some of the orbits of comets have been supposed to be Thus we have, 
in all, a discrete set of allowed negative energies, or energy levels, con- 
verging to the value zero and, also, from zero up, a continuum of allowed 
positive energies 

The zero value of the energy has been so chosen here that it 
corresponds to the electron at rest at infimty. In this state the atom 
can be regarded as just barely ionized. Accordingly, the numerical 
value of the {negative) energy of the normal state also represents the least 
energy required to ionize the atom by removal of the electron 

A final remark should be added to forestall misunderstanding 
The modern wave-mechanical theory assigns definite values of angular 
momentum to the various quantum states of atoms, as did Bohr's 
theory, but these values are not the same as those assigned by the Bohr 
theory [cf Sec 115(6)] The energy levels, however, turn out to be 
just the same, for a 1-electron atom, as those given by Bohr's theory, so 
long as all relativistic effects (including spin) can be neglected (Sec. 
136). 

96. Spectrum of a One-electron Atom. — ^According to Bohr’s 
postulates, a hydrogen atom radiates when the electron jumps from one 
quantum state into another state of lower energy The difference 
in the two energies is simultaneously emitted as a single quantum of 
radiant energy, the frequency of which is given by the Einstein relation 
or 


TTi — W2 
“ A * 


(139) 


Inserting here for Wi and W 2 the values given by Eq. (136) for states 
with quantum numbers rii and n. 2 , we have, therefore, for the frequency 
of the line emitted when the atom jumps from state ni to state na. 


2a-WZY 1 _ A 

P \n| nlj 


(140o) 
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or, m terms of wave numbers, 

' - - if)- ® 

These expressions are positive, since necessarily ni > ut. 
For hydrogen {Z = 1), the latter formula becomes 





(141) 


If we set n 2 = 2 and let Ui take on any integral value from 3 
up, this last formula is exactly of the type of Balmer’s formula^ 
It permitted at once a crucial quantitative test of the new theory 
When Bohr inserted in it the best values of his day, e = 4.7 X 10“^'^, 
e/m = 5 31 X 10^^ with e in electrostatic units, and A = 6 6 X 10“^^ 
(as found from Planck’s formula for black-body radiation), he found 
for the coefficient m (140a) 


27r‘^me^ 


= 3 1 X lO^s 


This, then, should be the value of the Rydberg constant R, when 
expressed in terms of frequency rather than wave number. As cal- 
culated from the frequencies of the lines of the Balmer series, its value 
was 

3.290 X 1015 

Bohr considered that ^Hhe agreement between the theoretical and 
observed values is inside the uncertainty due to experimental errors 
m the constants entenng in the expression for the theoretical value.'’ 

If we employ the best modem values, say e = 4 803 X 10“i°, 
e/m = 1 759 X 2 9980 X 10^^ with e in electrostatic units, and 
= 6 61 X lO”^^, as obtained from independent measurements, we 
obtain, m reciprocal centimeters, 

= 1.105 X 10* cm -1, 

as against the best spectroscopic valuei (for an atom of infinite mass) : 

= 109,737.30 cm 

The difference is about 0.7 percent. This has been felt to be too large 
a difference to be due to errors in the experimental values of e, e/m, 
and A. It should ])e noted, however, that e and h enter into the formula 
1 Rev, Modem Phye , vol 13, p 233 (1941). 
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in rather high powers, so that any errors in these constants become 
magnified Fuithermore, as the refinement of experimental methods 
has increased, the observed values of physical constants have shown 
in the past a general tendency to become changed by larger amounts 
than would have been expected m view of the precision of the methods 
employed, presumably owing to unsuspected systematic errors The 
formula for seems, on the other hand, to rest on a sound theoretical 
basis; the same formula is obtained on the more modem wave-mechan- 
ical theory as on Bohr’s theory. Accordingly, Birge has recommended^ 
that the value of h should be chosen so as to bring the theoretical 
formula for into agreement wfith the observed value, resulting in 
the value 

A = 6 624 X 10-27 


In the present edition of this book, however, the value A = 6 61 X IQ-^^ 
will be retained in order to avoid the necessity of recalculating various 
other numbers 

The maximum possible value of v in any given spectral series, for 
a 1-electron atom, is obtained from Eq. (1405) if we set ni = qo This 
gives the theoretical senes limit, 


RZ^ 

nl 


(142) 


For the corresponding atomic transition, we have W i = 0, the electron 
starting from a state of rest at infinity 

The range of possible transitions is not thereby exhausted, however 
It can also be imagined that an electron moving along a hyperbolic 
orbit past a hydrogen nucleus might drop into one of the closed orbits 
that are allowed on the Bohr theory, emitting all of its excess energy 
in a single quantum In this case, Wi would have some posthve value 
W and the frequency of the emitted photon would be 


W - W 2 _ . , W 

ch 


Since W can vary continuously from 0 upward, such jumps would 
give rise to a continuous spectrum extending from toward shorter 
wave lengths Such a continuum is clearly visible in Fig 51 (Sec 87) 2 
In spite of the radical nature of the assumptions underlying Bohr’s 
^lUd 

* The continuum actually overlaps the senes dightly in this figure This may 
be due to some interference of the atoms with each other, in its higher quantum 
states, according to Eq (135), the hydrogen atom must he e€ectiv©ly very large, 
e g ,400 ao or 2 X 10“® cm for n = 20 
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theory, its quantitative successes in explaining many facts quickly 
secured general acceptance of the theory In his first paper in 1913, 
Bohr points out several other respects in which the predictions of his 
theory were m agreement with experiment According to the theory, 
m the formulas for v ov p the quantum number ?^ 2 , as well as might 
have any value If we make ^2 == 1 and let ui vary, we obtain another 
series of lines, for which the final state is the normal state of the atom, 
n 2 = 3, with ni > gives us a third senes, and so on. In Bohr’s 
time a senes of infrared lines corresponding to = 3, called the 
'Taschen senes,” was actually known The series for Uz = 1, how- 
ever, lies m the ultraviolet and was not discovered until later, it is 
called, after its discoverer, the Lyman series ” Lines of other series 
corresponding to ^2 = 4 or 5 have also been obseived 

It is important to note clearly, however, which features of the 
theoiy are directly effective m determining the frequencies of the 
spectral lines These frequencies are quite distinct from the frequency 
of orbital revolution of the electron, a feature of the new theory that 
was in most striking contrast with classical ideas The frequency 
of oibital revolution can be found by solving (133) and (134) in the 
last section for co; it is 

CO _ 1 


For comparison, Eq. (140a) may be written thus 


V 


2n\n\ 


(ni — nf). 


It can easily be seen that, since ni > ^ 2 , 

_1_ ^ ^1 + n2 
nf 2nlnl nl 

Hence, if ni — ^2 = 1, the frequency v of the emitted radiation is 
intermediate between the frequencies of orbital revolution in the 
initial and final states. Only for very large n, for which the orbital 
frequencies in successive orbits become indistinguishable, do the 
emitted and orbital frequencies tend to coincide Making in succes- 
sion ni — n 2 = 1, 2, 3, * , we have an approximation to various 

harmonic overtones of a fundamental frequency. Thus, quantum 
jumps in which An > 1 correspond to the overtones in the case of 
classical vibrations. This is an example of a principle later elaborated 
by Bohr and known as the ^^correspondence principle ” 

In the present section we have discussed principally the spectrum 
of hydrogen, but similar results follow from Eq. (140a) or Eqs. (1406, c) 
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for any atom containing a single electron. As a further example, the 
spectrum of ionized helium will be discussed presently (Sec 97). 

96. The Spectrum of Atomic Hydrogen. Energy Levels and 
Spectral Series. — The energies of the lowest eight states of the hydro- 
gen atom are shown m Table II. They are calculated from Eq (136) 
with the observed value of the Rydberg constant Rb. inserted in place 
of the coefficient 2T^me*Z^lh^ It is often convenient to express such 
energies in wave-number units; the difference of two energies then 
gives at once the wave number of the corresponding spectral line 
If We is an energy in ergs, its value Wi in wave-number units or 
cm is 


W-. = 


El. 

ch 


(143) 


Table 11. — Enebgt Values of Some States of the Hydrogen Atom 


State 

Energy 

Wave-number units 

1 1 

Ergs 

Electron-volts 

n ^ 1 1 

-109,678 

-217 3 X 10-1® 

-13 58 

2 

- 27,420 

- 54 3 

- 3 394 

3 

- 12,186 

- 24 2 

- 1 508 

4 

- 6,855 

- 13 58 

- 849 

5 

- 4,387 

- 8 69 

- 543 

6 

- 3,047 

- 6 04 

- 377 

7 

- 2,238 

- 4 44 

- 277 

8 

- 1,714 

- 3 40 

- 212 


For other purposes energies expressed in electron-volts are more con- 
venient. An electron-volt (abbreviation, ev) is the work done on an 
electron, or its gain in energy, when it passes through a potential rise 
of 1 volt. Hence, a volt bemg electrostatic umt, 

1 electron-volt = = 1.601 X 10~^* erg, (144) 

if e = 4 803 X 10“^® e s u. In Table II, the energies are given in all 
three umts, ergs, cm.“^, and electron-volts. 

In spectroscopic work, however, it is more usual not to employ the 
energy itself, which is negative, but its numerical value. These 
numerical values of the atomic energies are called term values or 
terms. The wave number of a spectral line is then obtained by sub- 
tracting the term value for the initial state from that for the final state. 
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In Table III are shown the first four lines of each of the four known 
senes in the spectrum of atomic hydrogen, and the associated term 
values Column 4 gives the quantum number for each term. The 
first term value given in column 3 is in each case the convergence wwe 
number or hmit for that series; the wave number v of each line is 
obtained by subtracting from the convergence limit the term opposite 


Table III — Some Term Values and Lines for the Hydrogen Atom 


X, angstroms 

Vy cm.^^ 

j Terms, cm.“* 

Quantum number, n 

Lyman senes 

109,678 

1 

1 , 216.0 

82,258 

27,420 

2 

1,025 8 

97,491 

12,186 

3 

972.5 

102,823 

6,855 

4 

949 5 

105,291 

4,387 

5 

Balmer senes 

27,420 

2 

6,562 8 

15,233 

12,186 

1 3 

4,861 3 

20,565 

6,855 

4 

4,340 5 

23,032 

4,387 

5 

4,101 7 

24,373 

i 

3,047 

[ 

6 

Paschen senes 1 

12,186 

3 

18,756 

5,331 

6,855 

4 

12,821 

7,799 

4,387 

5 

10,939 

9,139 

3,047 

6 

10,052 

9,948 

2,238 

7 

Brackett series 

6,855 

4 

4 05 iu 

2,468 

4,387 

5 

2 63 

3,808 

3,047 

6 

2 16 

4,617 

2,238 

7 

1 94 

5,141 

1,714 

8 


the wave number of the line. The wave length X is calculated as 
X 10®. Many repetitions of term values necessarily occur in such 
a table. 

The relations between the energies and the series of lines are much 
better sem from an energy-level diagram. In Fig. 62(a) in Sec 
98 is shown such a diagram, necessarily incomplete, for atomic 
hydrogen; Eadh horbontal foe represents ah energy level, higher 
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energies being plotted above. The line at n = 1 represents the normal 
state of the atom, the line at n = oo represents the electron at rest at 
infinity, the atom being just lomzed; and above this is the continuum 
of positive energies for the free electron Wave numbers are shown 
on a scale reading downward Energies measured from the normal 
state as zero are also shown, expressed in electron-volts A few of the 
transitions which give rise to lines are shown in an obvious manner 
by arrows The diagram brings out clearly the fact that each senes 
ends on a particular energy level 

97. Ionized Helium. — helium atom which has lost both elec- 
trons is a bare nucleus and cannot radiate energy One which has lost 
only a single electron, however, resembles a hydrogen atom, except 
that Z = 2 and the nucleus is nearly four times as heavy. The 
spectrum emitted by such atoms is known as the spark spectrum of 
helium, because it is emitted much more strongly when the helium is 
excited by a spark than when it is excited by an arc The arc spectrum 
of helium, emitted by the neutral atom, will be considered later 
(Sec 140) 

Putting Z = 2 in Eq (1406) we should have for the frequencies of 
the spectral lines emitted by ionized helium 



Thus tomzed helium should emit the same spectrum as hydrogen except 
that all frequencies are four times as great, or all wave lengths a quarter 
as great 

This conclusion from the theory agrees with observation except for 
a shght numencal discrepancy which becomes significant when 
measurements of precision are considered As explained m Sec. 94, 
m in Eq. (136), or in formula (140c) for the Rydberg constant, must, 
strictly speaking, stand for the reduced mass m' of the electron as 
given by Eq. (138) Hence, the Rydberg constant for a 1-electron 
atom the nucleus of which has a mass M is, from (138) and (140c), 


R = 


M 

w + Jlf 


■^ 00 ) 




2jr^me^ 

c¥ 


(146a, 6) 


In these latter formulas, m stands for the ordinary electronic mass, 
0.911 X 10”^’' gram. 

One use that can be made of these relations is to deduce the ratio 
of the mass of the dectron to the naass of a hydrogen or heliup atom 
from values of R calculated from -spectral data* If subscripts H, He 
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indicate values of R referring to hydrogen and helium, respectively, 
have, from (146a), 

■Rhc __ d/ne ^ 4” d/n 
Rk Vfl + d/ne d/H 


wheiK'C 

Mn fine N — i?H 

Mni^Rn/Mn Rh 

If we insert here, from Sec 88, Rh = 109,677 58, J?He = 109,722 26, 
and Mk/Mh^ = 1 0081/4 002, we find 

m _ 1 

^ ■" t;^ 

That a value of mlMn so found really possesses some precision, 
although it depends upon the difference of two numbers, Rh and i?He, 
which are almost equal, is due to the extraordinary precision of the 
spectroscopic values of J? We can then also proceed further and 
obtain a value of e/m for the electron This is one of several spectro- 
scopic methods for finding e/m For 

e _ e Mh 
m Mh m ^ 

and e/Mn equals the charge necessary to precipitate a gram-atom in 
electrolysis divided by the atomic weight of hydrogen, or 9,648 8 
electromagnetic units divided by 1 0081 Thus, 

- = X 1.837 = 1 758 X lO'' e.m u gram-i. 

m 1 0081 

This value of e/m agrees very closely with the results of recent measure- 
ments of the same quantity for free electrons, already mentioned in 
Sec. 42. Birge cites the average of four such measurements, made 
either by measunng the velocity imparted to electrons by a known 
potential drop or by the magnetic-deflection method, as 1 75955 J The 
agreement of the values of e/m obtained by these two different methods 
constitutes a raluable check on the correctness of the assumptions 
underlying atonnc theory. Furthermore, five other spectroscopic 
methods of evaluatmg e/m, listed by Birge, give values in good agree- 
ment with these i^vo. The wei^ted average of aU 10 values is 

- = i.7591 W. 

.'j . i , 

ftepwy fei 54, 972 (19S8). 
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From the value just found for mjM^ we can calculate from the 
observed value of Rn by means of the formula, a special case of Eq 
(146a), 

It is in this or an equivalent way that experimental' values of JB^are 
obtained. 

In a similar way, doubly ionized lithium is found to emit the hydro- 
gen spectrum with all frequencies multiplied (almost exactly) by 9; 
trebly ionized beryllium emits them increased in the ratio 16; and so on 
The first line of the Lyman series for quadruply ionized boron {Z = 5) 
has been found by Edl4n at 48 585 A, with a frequency 25.04 times that 
of the first Lyman line of hydrogen. 

98. Energy Levels and Series Relationships for Sodium. — ^Energy- 
level diagrams analogous to that for hydrogen can be constructed for 
all atoms. Such a diagram makes very evident a simple explanation 
in terms of the energy levels for those striking properties of spectral 
series and of their interrelations which were described above (Secs. 
88 and 89). As an illustration we may return here to a further brief 
discussion of the spectrum of neutral sodium. 

A partial energy-level diagram for sodium is shown in Fig. 62(6) ; it 
contains levels only for those quantum states that occur as the valence 
electron moves out toward infinity (for a more complete treatment 
of the sodium spectrum see Secs. 131, 132, 134). The levels are 
labeled on the diagram in modem spectroscopic notation, but this is 
immaterial for our present purpose Most of the levels are really 
double, two levels lying very close together, but only one such pair is 
shown as such on the diagram (and on a much exaggerated scale), the 
others being represented by a single line each. (For the explanation of 
the doubhng and of a simOar but more minute fine structure of the 
hydrogen levels, see Sec. 136 below ) The levels labeled S, however, 
including the normal state, are strictly single. 

A brief inspection of the level diagrams in Fig. 62 reveals the 
following explanation for the properties of the spectral series. That 
each series must converge to a finite limit arises from the simple fact 
that the largest energy difference possible between levels is limited 
to the energy required to ionize the atom, starting from the initial state 
for the series in question. The prinapal series of lines for sodium, 
including as its first member the ordinary D Hues, arises from transi- 
tions en<^g on the normal state, which, m just stated, is The 

doublet character of the lines cff this series is due, tiierdlore, to the 
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doublet nature of the upper level; and, since the spacing of these levels 
decreases rapidly with increasing energy, the spectral doublets close up 
as their ordinal number increases. The sharp and the dtffuse series 
both end on the doublet level next above the normal state; hence, they 
have a common convergence limit. The lines of these series, as 



Fig. 62. — The lower energy levels of (a) hydrogen and (6) sodium atoms Values 
at the left are m cm a few differences are shown at the right in electron-volts The 
transitions giving rise to the first three hnes of the chief series are shown by arrows. 

observed, usually appear to be doublets of constant frequency differ- 
ence, t.Viip difference being that between the sublevels of the final state; 
hence, Hartley’s law commonly appears to be obeyed by both senes. 
(A further sli^t splitting of the diffitse lines will be discussed later in 
Sec. 134.) Finally, the basis for the Rydberg-Schuster law is simple 
and obvious: the difference between the conamon convergence hmit of 
the sharp ahd the diffuse series and the limit of the pmcipal series is 
just the difference between the lowest two energy levels ; and this is also 
equal to the wave number of the first line of the principal series. 



220 NUCLEAR ATOM AND ORIGIN OF SPECTRAL LINES [Chap VI 


The convergence limit of the principal series, corresponding to a 
jump of the electron from infinity into the normal state, obviously 
corresponds to an energy that is (1) numerically equal to that of the 
normal state, when this is measured downward from zero at infinity, 
and (2) equal to the minimum energy that must be given to the atom 
to remove an electron from it, t e., to the iomzahon energy of the neutral 
atom. The ionization energy is usually expressed in electron-volts 
and called the iomzation potentialj representing the potential through 
which an electron must drop in order to acquire enough energy to 
ionize the atom by impact. It is 5.13 volts for sodium, 13 58 volts for 
a hydrogen atom. 

The discussion of spectra in terms of energy levels is thus much 
simpler than the direct discussion in terms of the lines themselves 
Whatever may happen in the future to our picture of the behavior of 
the electrons in an atom, energy levels are undoubtedly here to stay. 

99. Excitation and Ionization of Atoms by Electrons. — In the last 
few sections, we have ascribed the emission of radiation to transitions 
made by atoms from one stationary state to another of lower energy, 
without considering how the atoms get into the higher states initially. 
Since the energy of the atom decreases with each emission of a quantum 
of radiation, the final result of emission processes can only be that the 
atom arrives in its normal state, or state of lowest energy, and then 
remains there without radiating farther. Thus, in order to be able to 
emit radiation, the atom must first be transferred by some means from 
its normal state into a state of higher energy. 

When an atom is in such a state of higher energy, it is said to be 
excitedj and the process of transferring or ^‘raising'' it from its normal 
state into an excited state is referred to as excitation. The excited 
atom may be thrown into any one of its infinite series of discrete 
quantum states. It may also happen, however, that the process of 
excitation is so intense that the electron is completely removed from 
the nucleus. The atom is then left with a net positive charge and, if 
free, will tend to move in an electric field, like an ion in an electrolytic 
solution. Such an atom which has lost 1 electron (or more) is said 
to be in an ionized state, and the process of raising the atom from thci 
normal state to the ionized state is called ionuatim* In the process 
either of excitation or of ionization, additional energy is pven to the 
atom. 

A full discussion of the subject of the excitai^cn and ionization of 
atoms, and of the far-reaching conclmons drawn from mcperiments in 
this fiteld, is beyond the scope of thife book. however, 

brief mention of some of the ways by which eX|>orime# shows th4 
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atoms may become excited or ionized and of the interpretation of some 
of these experiments 

The atoms of a gas or vapor may become excited or ionized by 
bombarding them with electrons An atom becomes ionized when the 
energy given to it in a collision is sufficient to expel an electron from 
its normal orbit in the atom to infinity 

As one illustration of the mode of procedure followed in studying 
phenomena of this kind may be mentioned an experiment by Foote, 
Meggers, and Mohler ^ Their apparatus is shown diagrammatically 
m Fig 63 A filament F of tungsten or lime-coated platinum is 
heated by a battery Bi to such temperature that it emits electrons. 


To- Ihe C 

%^ecItomefer S 
C 

Fig. 63 — ^The appaiatus of Foote, Meggers, and Mohler for studying excitation 

potentials 

Around the filament is a spiral grid /S, which, by means of a battery 
jB 2 or potentiometric source of pd, is maintained at any desired positive 
potential with respect to the filament Around S and electrically 
connected thereto is a metal cylinder CC; S and CC are thus at the 
same potential. Inside CC is the gas or vapor under study, maintained 
at a suitable pressure. Electrons, emitted by the filament, are 
accelerated toward the grid >S, which is so close to F that with proper 
regulation of the gas pressure comparatively few atoms of the gas arc 
struck by the electrons in their passage from filament to grid. After 
leaving the grid, the electrons move in the force-free space between 
8 and CC, in which space, because of the greater distance S to CC, the 
electrons collide with the gas molecules causing the excitation of the 
latter, provided the energy of the electrons is sufficiently great. 

With sodium vapor inside the cylinder, no luminosity is observed 
in the vapor until the potential difference between the grid and the 
filament i^eaches 2.09 volts. For voltages slightly above this value, 
the spectrograph shows that the sodium vapor emits the well-known 
D lines, and those only. The mean wave length of these lines is 
5,893 angstroms, feortOspohding to a frequency v of 0.509 X 10^® sec.‘^\' 
the energy quantmn hv is 

6.61 X X O.m X 3.36 X 10-1^ erg. 

» and Mo«nsR, voL &5, p. 146 (19^); also 

Fo'CKito of ^lectra.’^ 
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According to the quantum picture of the origin of spectra, there must 
have been a change of state of the sodium atom in emithng this line 
corresponding to an energy drop of 3 36 X 10“^^ erg — whatever may- 
have been the absolute values of the energies in the initial and the final 
state Now, the electrons, which, after emission from the filament, 
have dropped through 2 09 volts, have acquired a kinetic energy given 
by 

O AQ 

eV = 4.80 X 10-1^ X = 3 34 X lO-^^ ^rg 

We see, therefore, that the kinetic energy possessed by the electrons 
as they pass through the space between the grid and the cylinder is 
equal to the quantum energy of the radiation emitted by the sodium 
vapor. The presumption is very strong, therefore, that the electrons 
have, by collision, transferred to the sodium atoms sufficient energy to 
raise the latter from their normal state to an excited state 


3.36 X 10-12 


above the normal, and that the atoms in returning from that excited 
state to the normal state emit the doublet D line. 

In discussing such observations, it is convenient to express all 
spectral frequencies in equivalent electron energies. If the quantum 
energy hv of a line is equal to the energy acquired by an electron in 
falling through V volts or F/300 electrostatic xmits of potential, we 
have 


Ve 

300 


^ hv ^ hcv = 


he 


Inserting e == 4.803 X lO-i®, h = 6.61 X c = 2.998 X IQi®; and 
multiplying X by 10® to convert to angstroms, we obtain the convenient 
conversion formulasi 

V = 8,0797, \ = (147a, 5) 


The quantity 7 is a measure of the energy of the radiant quantum, or 
of the energy lost by the atom in emitting it, in terms of the electron- 
volt as a unit. 

To return to the experiment of Foote, Megger®, and Mohler, 
it was found that, as the voltage between filament and grid was 

1 If we employ the “spectroscopic” value of h, as described in Sec. 95, or 
h - 6.624 X 10-*^ and also e - 4.8025 X 10-w « « 2.99776, fomulas (147o,5) 
become 

P-^0627, 
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raised above 2.09 volts, the D lines continued to appear, but no 
others appeared until the voltage reached 5.12 volts, beyond which 
the complete arc spectrum was produced. Beyond 35 volts, the 
so-called ‘ ‘ spark spectrum was seen The explanation of these 
facts cannot be quite the same as for the D lines. For electrons 
possessing energy eqmvalent to, say 3 0 volts, should, so far as energy 
IS concerned, be able to commumcate to sodium atoms sufficient 
energy to generate lines of wave length 4,130 angstroms or longer. 
In the spectrum of sodium is found a large number of lines of longer 
wave length than this, for example practically the entire sharp and 
diffuse series, the convergence wave length of which is of the order of 
4,100 A Why do not 3-volt electrons excite these lines? Or, for 
that matter, the wave length of the second line of the sharp series is 
6,158 A or 2.01 electron-volts. Why is this line not produced at even 
lower voltages than the D lines, which correspond to 2.09 volts? 

A little study of the energy-level diagram of sodium in Fig. 62(6) 
above reveals the answers to these questions. A given hne can be 
emitted only if atoms are present in the state which is the mihal 
state for that line. To emit the line at 6,158 A, the atom must start 
from a state with an energy much above the imtial state for the D 
lines, this state being actually ih.e final state for the former line; and 
2 09-volt electrons cannot possibly put the atom into so high a state. 
Even 3-volt electrons cannot excite any state above 3^P, from which 
the D lines start. On the other hand, since the convergence wave 
number of the principal series of sodium is 41,450, equivalent to 
5.13 volts, an electron with more than 5,13 volts of energy can remove 
an electron from the atom to infinity, te., it can iomze the atom. 
Subsequently, an electron will be picked up by the ionized atom, 
dropping from one discrete level into another with the emission of 
radiation until it reaches the lowest level and the atom is again in 
its normal state. Consequently, upon viewing the radiation from 
many different atoms, the entire principal, sharp, and diffuse series 
and all other lines of the arc spectrum of sodium may be seen. 

The spark spectrum, appearing when the energy of excitation 
exceeds 35 volts, is ascnbed to iomzed atoms in which a second atomic 
electron has been raised to a higher level as the result of a second 
impact by an electron from the filament. This second atomic electron 
then causes the emission of radiation as it drops back into lower levels 
in the iomzed atom. 

The mergy in volts necessary to raise an atom from its nonpal 
state into a given excite state is kpown ais the excitation 
for that state. The first observation of an excitation potential was 
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made by Franck and G Hertz in 1914.^ They showed that elections 
with an energy of 4 9 volts or more, but not less than 4 9 volts, "would 
excite the resonance line at 2,536 A in mercury vapor They made 
this observation in the course of a long series of experiments on the 
energy gained by an electron when passing through a gas undei the 
influence of an electric field Observations of excitation potentials 
w^ere important at that time because they furnished direct expeii- 
mental proof of the existence of quantized energy levels 

100. Absorption and Reemission of Radiation, (a) Ahsorphon — 
On the classical theory, the characteristic frequencies emitted by an 
atom should be identical with the natural frequencies of the atom 
Conversely, if light of one of these frequencies falls upon the atom, 
it should set the atom into resonance, some of the energy being thereby 
abstracted or ''absorbed’' from the incident beam It follows that 
the absorption spectrum of a gas should be exactly the same as its 
emission spectrum. 

For certain spectral lines this conclusion is substantiated by experi- 
ment in the well-known phenomenon of the reversal of spectral lines, 
of which phenomena the most conspicuous are the dark lines m the 
solar spectrum The reversal of the D lines of sodium is a familiar 
laboratory or lecture demonstration But many of the lines emitted 
by a gas in a discharge tube are not ordinarily observable m its absorp- 
tion spectrum. AU absorption lines are found to occur under suitable 
circumstances as emission lines, but not the reverse. For example, 
neon gas is highly transparent to visible light; it does not absorb the 
red wave lengths whose emission is responsible for the brilliance of 
neon signs 

The explanation of these facts on the Bohr theory is easily seen 
The process of absorption will be just the reverse of the process of 
emission, a quantum of radiant energy is absorbed while simul- 
taneously the atom jumps from one quantum state into a state of 
higher energy. The possible frequencies for the lines should, therefore, 
be the same in absorption as in emission. But in order to absorb a 
given line, the atom must already be in the state which is the lower 
state for that hne. Since the atoms of a monatomic gas under ordi- 
nary conditions are in their normal states of lowest energy, they 
can absorb only those lines which start, in absorption, from the 
normal state. The restriction of the absorption spectrum to certain 
lines is thus accoimted for. For neon, all lines that involve the 
normal state lie in the ultraviolet. Sodium vapor shows in absorption 
only the principal series [c/. diagram in Fig 62(6) in Sec. 98]. From 
^ Franck and Hertz, G, phys Ges , Verhandlungerij vol. 16, p. 512 (1914). 



Sec 100] ABSORPTION AND REEMISSION OF RADIATION 


225 


the head of the principal series, however, a continuous absorption 
band extends toward higher frequencies. This is obviously caused by 
processes in which the energy of the incident photon hv exceeds the 
ionization potential, so that the atom becomes ionized with the 
ejection of an electron at considerable speed. That is, we have here 
photoelectric emission from the sodium atoms, the electron being 
ejected with kinetic energy 

= hv — eVo, 

where yo is the ionization potential of the atom and e the numerical 
electronic charge The equation is a special case of Einstem^s photo- 
electric equation 

When atoms in excited states are present, as m a discharge tube, 
additional hnes may appear in the absorption spectrum. 

The energy given to an atom in an absorption process may be 
lost subsequently in any one of several ways. Colhsions vith other 
molecules may cause the excited atom to return to its original quantum 
state, the energy of excitation being added to the kinetic energy of 
motion of the colliding particles In this case the energy absorbed 
from the incident radiant energy is converted into heat. Collisions 
of this sort have been called ‘^collisions of the second kind,” the con- 
verse collisions, m which kinetic energy is converted into energy of 
excitation, being called colhsions “of the first kind ” 

(6) Resonance Radiation and Fluorescence , — A second way in 
which an atom may lose an absorbed quantum of energy is by jumping 
into some other quantum state with the emission of a quantum of 
radiation One possibility, which we shall discuss first, is that the 
atom may drop back into its normal state, from which it was removed 
by the process of absorption; in this latter case the radiation emitted 
will have the same frequency as the radiation originally absorbed. 
The net effect of such absorptions and reemissions is a powerful 
scattering of the incident light in all directions. To this phenomenon 
R W Wood gave the name resonance radiation. 

Wood showed^ many years ago that a bulb containing sodium 
vapor at very low pressure would, when irradiated by light from an 
intense sodium flame, emit the D lines, and those only. The resonance 
was very sharp. An examination of the reemitted D lines showed 
that they were very narrow, their width corresponding almost exactly 
to the width predicted by the Doppler effect at the temperature of the 
sodium vapor. The width of the lines of the exciting source was 
much greater, since the temperature of the source was much higher 

1 See Wood; R W., ''Physical Optics.’^ 
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than that of the vapor On analyzing the light which had passed 
through the vapor, it was found that there was a narrow absorption 
line at the centers of the broad D lines. 

This experiment of Wood's was in beautiful agreement with the 
classical theory. But (the present) Lord Rayleigh showed^ that if 
sodium vapor is illuminated by the second line of the principal series, 
X = 3,303 A, both that line and the D lines were emitted by the vapor. 
The emission of the D lines under such circumstances is a case of 
fluorescence, and, like fluorescence in general, is difficult to explain 
on the classical theory, whereas the explanation by the quantum 
theory is easy. The absorption of X = 3,303 leaves the atom in the 
excited state known as 4 [see Fig 62(6) in Sec 98] From this 
state it cannot pass at once, for a reason described later (Sec, 131) 
into the 3 state, which is the initial state for the D lines, but it 
can jump into a 4 state, in a transition not shown on the diagram, 
with the emission of an infrared quantum, and then from this state 
it can jump into the 3 ^P state, with the emission of a quantum of 
X = 11,404 or 11,382, which is the first (doublet) line of the sharp 
series, and then finally into the normal state. Thus, the single quan- 
tum absorbed from the incident light is eventually reemitted as three 
fluorescent quanta. A second but less likely possibility is a jump from 
4 ®P to 3 and then into 3 ^P with emission of the first line of the 
diffuse series. 

Excitation by the absorption of quanta is quite analogous to 
excitation by electron impact, except for this one important difference. 
The atom may become excited when colliding with an electron the 
energy of which equals or exceeds that required for the increase in 
energy level; whereas excitation by absorption takes place only when 
the energy of the incident quantum is exactly equal to that required to 
produce the particular change of state, 

(c) Excitation by Collision with Other Atoms, — The atoms of a 
monatomic gas are continually colliding with each other due to thermal 
agitation. There is ample evidence to confirm the view that when an 
atom A in an excited state collides with an atom B in its normal state, 
both atoms may undergo a quantum jump. Thus B becomes excited, 
while A returns to its normal state, or drops into some intermediate 
state; and thereafter B may radiate one of its own characteristic 
frequencies. At ordinary temperatures the kin^c aaergy of the 
atom is relatively negligible; hence, the energy gain^ by J? in such a 
process cannot appreciably exceed that whidh is available in the initial 
excitation of A, 

^ Stoutt, R. J,, Bakerian Lecture, Bof. Soe,, vti. 91^ p. (Itli), 
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To illustrate phenomena involving the transfer of the energy of 
an excited state from one atom to another, mention may be made of the 
expenments on mercury vapor^ excited to resonance radiation by the 
absorption of its own line X = 2,536 A (hv = 4,9 volts) If with 
the mercury vapor is mixed the vapor of thallium, the characteristic 
lines of the latter element appear in addition to the mercury resonance 
radiation when the mixture is illuminated with the mercury line 
X = 2,536. The mercury resonance radiation is then weaker than when 
no thallium is present Thallium vapor alone is not excited to reso- 
nance by the mercury line. This is explained by assuming that mercury 
atoms are first raised to an excited state by absorption of the line 
X = 2,536; some of these excited atoms by collision with thallium 
atoms then transfer their energy of excitation to the latter, which 



Fia 64 

subsequently radiate their characteristic lines in returning to the 
normal state. The thallium lines so produced correspond to energy 
transfers in the thallium atom of less than 4 9 volts. 

Similarly, Carlo showed that the presence of argon in mercury vapor 
materially reduces the intensity of the resonance radiation when the 
mixture is illuminated by the X — 2,536 line, but without exciting any 
argon radiation. Yet an examination of the light transmitted through 
the mixture shows that there is no diminution in absorption as a result 
of the presence of the argon. This effect is explained by assuming 
that colhsions of the second kind take place between the excited 
mercury atoms and the argon atoms and that the energy of excitation of 
the former is transformed into kinetic energy of both atoms 

(d) Electrical Methods of Observing the Excitation of Atoms — 
Referring to Kg. 63, it is readily seen that if the potential differ- 
ence between grid and filamtot is sufficiently high, the electrons may 
be given sufficient en^gy to ionize by collision the molecules of the 
vapor in tire space between the cylinder and the grid. In Fig. 64, 
the filament F is so connected to the battery B 2 that the potential 

^LomA, Phy^ Eev,y voL 26, p. 573 (1925); Cabio, ZHU. /. Phy^ y(j>L 10, p 
186 (1^); and Camo and Feanck, ZeUs. f. Physik^ yoh 17, p* 202 (1923). 
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difference between F and the grid S is less than, and in the opposite 
direction to, the potential difference between CC and S, Electrons 
accelerated from F toward S cannot, therefore, reach CC The 
cylinder CC is connected to earth through the sensitive electrometer E 
and the grounding key h As long as no positive ions are produced 
m the space between S and CC, the cylinder should acquire no charge 
But when the velocity of the electrons accelerated from F to S becomes 
sufficient to ionize the vapor, the positive ions thus produced should 
be attracted to CC and an lomzation current should be set up which is 
measurable by the rate at which the electrometer acquires a charge 
when the grounding key is open 

An effect of this kind was observed by Lenard many years ago 
He found that with such gases as air, hydiogen, and carbon dioxide a 



current, which he thought to be a true ionization current, began to 
flow when the exciting electrons had fallen through a potential differ- 
ence of some 11 volts. We have seen, however, from the experiments 
of Meggers, Foote, and Mohler, that, in the case of sodium vapor, 
resonance radiation is produced by 2.09-volt electrons and, in the case 
of mercury vapor, by 4.9-volt electrons. This resonance radiation, 
proceeding in all directions, falls on the inside walls of the cylinder, and, 
if the radiation is of sufficiently short wave length, photoekctrons will 
be expelled from the cylinder. Because of the direction of the field 
between CC and S, these photoelectrons will flow toward the grid, 
and we shall have in the circuit CB^S a photodectric current in exactly 
the same direction as if there were an ionization current. This effect 
win beg^n abruptly as soon as the resonance potential is reached. The 
current observed by Lenard may have been of this nature. 

To separate the true ionization current from the photoelectric 
current, Davis and Goucher^ introduced a coarse wire gauze 0 sur- 
rounding the grid and just inadde the plate CC. By m«ms of a battery 

^Fhys. Rm., voL 10, p. 101 (1017). 
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S3/ (Fig 65), this gauze may be maintained at either a positive or a 
negative potential with respect to CC When G is suf&ciently nega- 
tive with respect to CC, photoelectrons ejected from CC by the action 
of resonance radiation will not reach G and so cannot escape from CC 
Photoelectrons ejected from C, however, may reach CC, and so a 
photoelectric current may result. If now Bz is reversed, so that G 
IS positive with respect to CC, a photoelectric current in the opposite 
direction should result, due to photoelectrons ejected from CC In 
either case the potential differ- 
ence between CC and G is kept 
small as compared with that 
between G and S. The true 
ionization current cannot be 
reversed by reversing the direc- 
tion of 5 3, since the positive ions 
produced between S and G 
acquire sufficient velocity so 
that, passing through the gauze, -S 
they will reach CC in spite of ^ 
any small opposing field between ^ 

CC and G *1 

With this type of apparatus, J 

Davis and Goucher obtained, for 
mercury vapor, curves of the 
type shown m Fig 66, in which 
the abscissas are the accelerating 
potentials between filament and 
grid and the ordinates are the Kio. 66 —The resonanee and ionization 

currents to the cylinder CC as potmtmh of mercury vapor, as observed 
, by Davis and Goucher 

measured by the rate of charge 

of the electrometer. Cuiwe A was obtained when the gauze G 
was positive with respect to the cylinder; curve B when the gauze 
was negative. No current was observed until the accelerating 
voltage reached 4.9 volts Beyond that voltage a current was observed 
which could be reversed by reversing the boitery Bzj indicating that the 
current was a photoelectnc current. At point c, corresponding to 
10.3 volts, a sudden change in the variation of the currents with 
increasing potential took place, indicating that the cylinder was 
beginning to colleot positive ions. Up to point c, curve A is qualita- 
tively the mirror image of curve J?. 

* These batteries” are really variable potentiometdc sources of potential 
diference. 
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The beginning of the photoelectnc currents at 4 9 volts is due to 
the excitation by electron impacts of the mercury line X = 2,636, 
which then acts photoelectrically on the cylinder and the gauze. The 
rapid increase in photoelectric current which occurs when the voltage 
reaches 6 7 volts is attributed to the generation, at that voltage, of the 
mercury line X = 1,849; whereas the sudden break in both curves at 
10.3 volts is indicative of the beginning of the real ionization current 
The quantities 4 9 and 6 7 volts are spoken of as resonance potentials 
of mercury vapor, and 10 3 volts as its ionization potential. 

(e) lomzatton Potentials . — ^As was remarked in Sec. 96, the ioniza- 
tion potential of an atom can also be calculated from the convergence 
limi t, of its “principal senes,” or the series for which the normal state 
is the final state in the emission of a fine. The lomzation potential is 
the eqmvalent of this convergence limit in volts Ionization poten- 
tials calculated m this way from spectroscopic data agree well with 
those obtained by electrical methods. Higher ionization potentials 
can also be defined, the second ionization potential representing the 
energy necessary to remove a second electron from the atom, and so 
on These higher ionization potentials can be calculated from the 
convergence limits of other series. Because of the greater precision 
obtainable, the spectroscopic method of determining ionizing potentials 
is usually employed. 

For example, m the arc spectrum of helium there is a singlet series 
of lines due to transitions ending on the normal state, with a con- 
vergence frequency^ v = 198,298 cm According to Eq (147o) in 
Sec 99, this corresponds to a first ionization potential of 24 54 volts. 
That is to say, it takes energy equal to 24.54 electron-volts to remove 
1 of the 2 electrons from a helium atom When this has been done, 
the ion behaves as a 1-electron atom. Equation (145) in Sec. 97 gives 
(with n-i, = 00 , = 1), as its ionization energy, 4i2, where 12 is the 

Rydberg constant for helium or i2 = 109,722 26. Thus = 4/2 
or = 438,888. The second iomzation potential of helium is thus 
438,888/8,079 = 54.32 volts. 

Values of many of the ionization potentials for the lighter elements 
are given in Table IV. They have been calculated from data in 
Bacher and Goudsmit’s “Atomic Energy States,” the numbers there 
given for the “absolute value of the lowest state” being divided by 
8,079 to obtain values of the ionization potential in volts. First 
ionization potentials (for the neutral atom) axe given under “I,” 
second under “II,” and so on. 

‘ Baohbe and Gotjdsmit, “Atomic Energy Statea—as Derived from the 
Analyses of Optical Spectra,” p. 220. 
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Table IV. — Some Ionization Potentials in Volts 


Element 


II 


III 


IV 


VI 


13 58 


He 

2 

Li 

3 

Be 

4 

B 

5 

C 

6 

N 

7 

0 

8 

F 

9 

Ne 

10 

Na 

11 

Mg 

12 

A1 

13 

Si 

14 

P 

15 

s 

m 

Cl 

17 

Ar 

18 

K 

19 


13 58 
24 54 

5 38 
9 31 
8 30 
11 25 

14 52 
13 60 
18 7 
21 53 

5.13 
7.63 
5 98 

8.14 

10 3 
13 00 
15.73 
4 33 


54 33 
75 51 
18 18 
25 1 
24 34 
29 57 
35 03 
34 7 
40 9 
47 2 

15 01 
18.79 

16 32 
19 9 
23.4 
18.36 
27.82 
31.8 


122 2 
153.6 
37.87 
47.80 
47.54 
55 04 

63 3 

80 

28 40 
33 44 
30 1 
35 0 
39 8 

47 0 


217 3 
258 9 
64 38 
77 3 
77,2 


45.07 
47 22 


339 5 
391 1 
97 7 
114 


64 92 
62 1 


137.9 


87.91 


Many beautiful experiments have been devised to extend the data 
and theories regarding the excitation of atoms by impact or resonance. 
The reader will find further study in this field, from original sources, 
very fascinating. The literature is extensive. 

101. The Boltzmann Distribution Law. — In the last section, one 
other easy method of exciting spectral emission has not been men- 
tioned. Many elements in gaseous form, especially the vapors of 
metals, emit line spectra upon being heated; thus sodium vapor 
heated by a Bunsen flame emits the familiar D lines, whether the vapor 
is mingled with the flame itself or is enclosed in a tube In such 
cases, it is evident that the atoms or molecules are excited by thermal 
agitation. 

If the substance is in thermal equilibrium, a simple theoretical 
formula can be given for the relative numbers of the atoms or mole- 
cules that are in each quantum state. It is deduced from statistical 
mechanics that, in the case of thermal eqmlibrium, the average 
number iVi in a quantum state in which the atomic or molecular 
energy is is 

Ni = (148a) 

where h is Boltzmann’s constant (Sec. 79), T is the absolute temperar- 
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ture, and C is a constant of proportionality. If N is the total numbei 
of atoms or molecules, we must have 

N = = C 

t % 

the sum extending over all possible quantum states By eliminating 
C between these two equations w e can also writ.e 



N. = 


Ne 


(1485) 


It often happens, however, that a number of quantum states have 
the same energy, and then it may be more convenient to gioup these 
states into a multiple state. Suppose we have formed in this manner 
all the multiple states that we can, no two multiple states having the 
same energy. Let these multiple states be numbered off in a single 
series, and let the energy of multiple state number r be €r and the 
number of fundamental states composing it Wr] the number Wr is 
often called the statistical weight of the multiple state. Then by Eq 
(148a), when thermal equilibrium exists, the number ]S^^ is the same 
for each of the fundamental states composing a multiple state, so 
that the number of atoms or molecules in multiple state number r is 
just WrNi, Calling this number Nr, we can write for it, replacing 
by €r in (148a), 

^ 

Nr = Cwre (148c) 


These formulas constitute special 'cases of what is known as the 
Boltzmann distnbuhon formula for quantized systems. We have 
already encountered an example of the formula in Eq. (116) in Sec. 83 
for the distribution of a set of harmonic oscillators in thermal equilib- 
rium. Maxwell’s law constitutes an example of the corresponding 
formula in classical theory. 

As an example, the sodium D lines result, as we have seen, from 
transitions between either of two excited levels lying close together 
and the normal level (cf. Sec. 98). For our purpose we may treat the 
upper two levels as a single composite level. Then it follows from 
the more modem theory of wave mechanics, to be described in the 
next two chapters, that this composite upper level is competed of six 
fundamental states, so that for it w = 6, whereas, for the normal level, 
w = 2. The two levels lie = 3 86 X ®rg apart. Hence, 
indicating them by subscripts 1 and 0, respectively, we have for the 
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numbers of atoms in them, 

Ni = 6Ce~^, .Vo = 2Ce'^. 

In the case of sodium m a Bunsen flame at 1800°C., this gives 

Vi 

= 3g-(€i-«o)/fcr = 3e~^ 36X10-12/(2073X1 38X10-i<) — 2 3 X 10“® 

No 

Thus only a very small part of the sodium atoms are excited in this 
manner at any given time They suffice, however, to cause a consid- 
erable emission of sodium light With further increase of temperature 
the higher members of the principal series and members of other series 
are found to appear 

102. The Extension of Bohr’s Theory. — In his original paper, 
Bohr remarked that the orbit of the electron in a hydrogen atom 
might be an ellipse instead of a circle A detailed theory of elliptical 
orbits was developed by Sommerfeld several years later The geo- 
metrical ideas involved still possess a certain interest ^ 

According to the laws governing planetary motion, or any motion 
under an inverse-square force, an elliptical orbit will have one of its 
foci at the nucleus, and the energy of the system will depend only 
on the length of the major axis of the ellipse. The orbit will lie in a 
fixed plane, so that the motion can be described by means of two 
coordinates, for which we may take polar coordinates r, 6, with the 
origin at the nucleus. Then, as 6 increases through 27r, r increases 
from its minimum value at one end of the ellipse to a maximum at the 
other end, after which it decreases again to a minimum. Thus r 
executes what is called a ‘Tibration’’ during each revolution of the 
electron Sommerfeld assumed that the same generalized quantum 
condition which had been postulated for the harmonic oscillator and 
the circular orbit, as represented by Eq. (131) in Sec. 93, will hold 
for r; i e,, he assumed that 



where Pr is the momentum in the radial direction, the integral is 
taken throughout a libration, and n' is a positive integer or 0. For 0, 
he assumes with Bohr that the angular momentum is an integer 
k times (In Ms books Sommerfeld writes or just n for k 

and sometimes ^ for n'.) Sommerfeld showed then that the energy 
depends only on the ^Hotal’^ quantum number, 

n ^ k n\ 

^ For a more complete account see A. Somm^eld, Atomic Structure and 
Spectral Methuen & Co , Ltd., London, 1929; also Bmrk and Urey, 

‘‘Atoms, Molecules and Quanta,’^ p, 132 
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and is, in fact, the same Junction of n as in Bohr^s theory [Eq (136) in 
Sec. 94] Thus up to this point nothing is gained except a greater 
variety in the possible types of orbit. For n = 1, we must have 
n* = 0, since h cannot be less than 1; i e , only the Bohr circle is 
possible But, for = 2, we can have either the Bohr circle, with 
k = 2 and n' == 0, or an ellipse with major axis equal to the diameter 
of the circle, corresponding to ft = 1, n' = 1, and so on. 

Sommerfeld then showed, however, that, if allowance is made 
for the known variation of electronic mass with speedj the energy of the 
elliptical motion is slightly different from that of the circular motion 
The ellipse is also caused to process slowly about the nucleus. In 
this way, he arrived at a splitting or fine structure of the levels of 
hydrogen, or of any other 1-electron atom. This splitting appeared 
to be in quantitative agreement with observation Sommerfeld 
arrived, m fact, at the same expression for the energy as was obtained 
later from the wave-mechanical theory as modified to bring it into 
harmony with relativity. Sommerfeld’s theory, however, included 
no consideration of the effects of electron spin, which was discoveied 
much later; hence, we shall postpone all discussion of the fine structure 
of the hydrogen lines until we can take it up on a more adequate basis 
(Sec. 136) 

In the meantime, Bohr and others were endeavoring to extend the 
theory to atoms containing more than 2 electrons.' Little quanti- 
tative success was achieved in this direction. In particular, no 
plausible arrangement of orbits could be devised for the 2 atoms of 
helium which would give the correct value for the second ionization 
potential (54.3 volts). In a broader way, Bohr endeavored to under- 
stand the known variation of chemical and physical properties from 
atom to atom through the periodic table. His results were so unsatis- 
factory, however, that the old static atom of J. J. Thomson was 
revived for a time in a modified form, but without great success 
(see Sec 123). 

The truth is that two pnnciples essential for the understanding of 
complex atoms were at that time unknown — the Pauli exclusion 
principle and the phenomenon of electron spin. Accordingly, we shall 
follow the old quantum theory no further and shall devote the next 
chapter to a description of the modem theory of wave mechanics. 
This theory furnished also a definite answer to another problem of 
spectroscopy that is second in importance only to that of spectral 
wave lengths, m., the relative intensities of spectral lines as they are 
observed imder given conditions* 



CHAPTER VII 
WAVE MECHANICS 

One must be prepared to approach the subject of this chapter philo- 
sophically, prepared to accept conclusions which are, at first thought, 
seemingly at variance with our senses and with a b^^lief that has 
persisted almost unquestioned from the time of the Greeks, viz , that 
matter is made up of particles. We have seen in Chap III that light 
possesses both undulatory and corpuscular characteristics But even 
so, we might say, light differs from matter, whereas we can determine 
the nature of light only by indirect observation, matter we can see. 
We observe directly that a handful of sand is made up of real parti- 
cles In ordinary experience they certainly do not exhibit wavelike 
characteristics. The particles of sand, which we see so clearly, are, 
however, made up of molecules and atoms and electrons and protons 
and neutrons, none of which we can see directly any more than we can 
see light waves or photons. It is with these so-called particles, evidence 
concerning which is almost as indirect as with photons, that the 
wave theory of matter is primarily concerned. 

We shall attempt in this chapter to give merely a brief introduction 
to this most important subject. Our purpose will be to show how 
the concept of matter waves can be developed more or less naturally 
from the previous concepts of both classical and quantum physics 
and to summanze the pertinent experimental evidence. Certain 
features and results of the new mathematical theory known as wave 
mechanics will also be described, but no complete presentation of 
mathematical details will be attempted, as this would require mathe- 
matical tools and technique much beyond the scope of this book. 

103. Matter Waves, (a) Matter and Energy. — ^With the discovery 
of the law of the conservation of energy toward the middle of the 
nineteenth century, it became obvious to physicists that the physical 
universe is made up of two ^eat entities, viz., matter and energy, 
each of which is '^conserved. These two great conservation .laws 
provided much of the foundation upon which classical physics was 
built. By 1900, the corpuscular nature of matter — ^molecules, atoms, 
electrons — had become firmly established; likewise the undulatory 
nature of light. By 1910, furthermore, Planck^s quantum theory and 
the Einstein photoelectric equation together with various lines of 
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cxperinieixtal evidence had made it clear that, impossible as it then 
seemed, physicists would have to accept the hypothesis that light itself 
possesses corpuscular characteristics. By 1920 the dual nature ot 
radiant energy was generally recognized, although not understood, 
and, with the gradual accumulation of experience, physicists had 
almost become accustomed (perhaps “resigned” would be more nearly 
correct’) to using either the corpuscular or the undulatoiy theory of 
light, according to the expenmental phenomena in hand. 

During all this time, there was no suggestion that matter was any- 
thing but corpuscular. Matter was made up of atoms, which in 
turn were made up of electrons and nuclei. But, in 1924, Louis de 
Broglie'^ made the very bold suggestion that particles of matter, and 
in particular electrons, might possess certain undulatoiy character- 
istics, so that they, too, might exhibit a dual nature. He suggested 
also a way in which the undulatory characteristics of electrons might 
perhaps furnish a new basis for the quantum theory. He did not 
develop his ideas into an exact theory, however His way of thinking 
was rather akin to that of the ancient Greeks. The reasoning used 
might almost be paraphrased as follows: “(1) Nature loves sym- 
metry. (2) Therefore the two great entities, matter and energy, 
must be mutually symmetrical. (3) If (radiant) energy is undulatory 
and/or corpuscular (?), therefore matter must be corpuscular and/or 
undulatory {‘t)” 

Had nothing further happened, de Broglie's speculations would 
doubtless soon have been forgotten. Reasoning of this sort, in the 
mind of a genius, may point the way to an advance, but, before 
definite scientific progress can be achieved, the new ideas must be 
precisely formulated and compared with experiment. The importance 
of doing this was overlooked by the ancient Greeks De Broglie’s 
loosely woven speculation set a German, E Schrodmger, to thinking; 
and he discovered how to develop certain of de Broglie’s ideas into a 
precise mathematical theory.^ "^th additions made to it by Bom, 
Heisenberg, Dirac, and others, this theory has become the highly 
successful quantum mechanics of the present day. In what follows, 
we shall endeavor to arrive at the basic assumptions of Schrbdinger’s 
theory by developing de Broglie’s ideas in a natural and logical manner. 

(6) Matter Waves . — In his first papSr, de Broglie is concerned pri- 
marily with developing a theory of li^t in terms of "ligjit quanta,” 

‘de Bbooue, Phil. Mag , vol 47, p. 446 (1924); Awfu. de Physique, vol. 3, 
p. 22 (1925). 

* SchbSdinoeb, Ann d. PhyMk, vol 79, pp. 361, 48®, 784; vol. 80, p. 437; vol. 
81, p. 109 (1926). 
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or photons. If the energy of the light is concen tinted m photons, 
how are the phenomena of interference to be understood'^ There 
must be waves of some sort associated wuth the photons, m order to 
account for the observed interference effects We can no longer 
suppose that the energy is spread out over these waves, as in classical 
theory, nevertheless, the waves must somehow deteimine where, in 
an interference pattern, the photons can produce effects by being 
absorbed. The details of interference patterns depend largely upon 
the phase relations of the waves; hence, de Broglie called the latter 
phase waves He assumed their frequency v to be such that the energy 
m a photon equals hv 

But why should such waves be associated only with photons? 
A material particle carries energy, and ^^it would seem that the basic 
idea of the quantum theory is the impossibility of imagining an iso- 
lated quantity of energy without associating with it a certain fre- 
quency Material particles ought, therefore, like photons, to be 
accompanied by phase waves of some sort; and these waves ought, 
under suitable circumstances, to give rise to interference effects- 
Furthermore, to complete the analogy, the waves associated with a 
particle moving at speed v should have a frequency equal to the energy 
of the particle divided by h 

Regarding the energy of a material particle, however, there is a 
divergence between the assumptions of de Broglie and of Schrodmger. 
De Broglie includes in the energy the rest energy, moc^, the existence 
of which IS suggested by the theory of relativity (Sec 65) . Schrbdmger , 
on the other hand, prefers to construct first a nonrelatmstic theory. 
He assumes the mass of the particle to be constant and equates just the 
ordinary energy, kinetic plus potential, to hv. In this respect we shall 
follow Schrodinger, reserving comment on the relativistic form of the 
theory, which must be used for high-speed particles, to a later section 
(Sec. 117). We shall assume, therefore, that any material particle of 
mass m moving at speed v has associated with it in some manner waves 
of frequency v given by the relation 

hv = }4mv^ + F, (149) 

where h is Planck’s constant, m is the mass of the particle, and V is its 
potential energy, due to electrical fields or to other causes. 

The phyacal nature of these waves was left indefinite by de Broglie. 
We cannot go to the of supposing that a material particle is 

just a groqp of waves; for then its mass and energy, and also its charge 
if it has a charge, wohld erf necessity be spread out over these waves and 

1 Tram6lated fworli rfmi. 4$ Fhy^ique^ Tol. 3, p. 32 (1926). 
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would, in consequence, soon become scattered widely in space, contraiy 
to the observed facts It is of the nature of waves to diverge toward 
all sides We should not be disturbed, however, by the impossibility 
of visualizing the waves. We should remember our experience in 
optics. Using classical theory, it was easy to picture light as wave 
motion; but, if we retain this concept, it is very difficult to picture a 
beam of light as a moving stream of photons. Similarly, as long as we 
retain the particle concept of an electron or proton, we cannot hope to 
form a concrete picture of the accompanying waves Perhaps, even, 
they are only mathematical waves, so to speak, a device that we 
employ for the purpose of making calculations and predicting the 
results of observation. In adopting this standpoint, we are doing 
only what has been done, in various ways, many times previously in 
physical science. Strictly speaking, we have no very exact knowledge 
of the fundamental nature of a magnetic field, and yet we do not 
hesitate to use the symbol H with all due familiarity. In Sec 111 
will be described more precisely the extent to which it has been found 
possible to attach physical significance to matter waves. 

104 . Mechanics as Geometrical Optics of the Waves. — If waves 
of some sort are associated with all material particles and play a part 
in determining their motion, then there should be a parallelism between 
the laws of mechanics and the laws of wave motion For the particles 
certainly obey the laws of mechanics in some cases, at least. Now 
it was pointed out long ago by Hamilton that there does exist a close 
parallelism between the laws of mechanics and the laws of ordinary 
geometrical optics. De Broglie suggests, accordingly, that the familiar 
laws of particle mechanics may represent an approximation which is 
valid under such circumstances that the laws of geometrical optics 
hold for the matter waves. 

Now, one of the fundamental laws of ordinary geometrical optics 
is that, in a homogeneous medium, light travels in straight lines or 
rays This assumption is very nearly correct as long as the lateral 
dimensions of the beam are large compared with the wave length of 
the light Under these conditions one might say that the particle 
characteristics of light appear to predominate, although we now know 
that the rectilinear propagation of light is entirely consistent with the 
wave theory. When, however, the cross section of the beam is of the 
same order of magnitude as the wave length of the light, rectilinear 
propagation no longer holds, diffraction phenomena are observed, and 
imdulatory characteristics of light predominate. If we carry the 
similarity over to mechanics, might we not expect that, for very small 
particles of matter, the ordinary laws of mechanics— found by Newton 
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to be applicable to the phenomena of macromechanics — would fail, 
and, by analogy with light, we should find that matter shows undula- 
tory properties in the realm of '^micromechamcs’’? 

If we assume that the phenomena of ordinary mechanics con- 
stitute those of geometrical optics for matter waves, then, as de Broglie 
showed, we can find out a great deal about the properties that these 
waves must have in order that, under suitable conditions, the laws of 
mechamcs may hold Geometrical optics may be said to be based 
upon two laws, the law of reflection and the law of refraction. The law 
of reflection as applied to matter waves presents no difficulty, for it is 
essentially the same as the law governing the rebound of an elastic 
body from a hard wall Refraction of the waves, on the other hand, 
obviously corresponds to the deflection of a particle by the action of 
forces. It will be worth while to study this latter phenomenon in 
greater detail 

106. Refraction of Matter Waves. — Let us first analyze a mechani- 
cal phenomenon which imitates a simple case of refraction in geomet- 



Fig 67 — Showing '‘refraction’' of a pencil of electrons 

rical optics. Let a pencil of electrons from a suitable gun G (Fig. 67), 
in which they are accelerated by a potential drop of To electrostatic 
units, enter through onfice a an enclosed metal box A, the potential 
of which IS V. Let these electrons emerge from A through onfice h 
into the space between box A and box J5, the latter of which is main- 
tained at a potential +AF with respect to A. The electric field 
between the two boxes will give the electrons a component of velocity 
in a direction at right angles to the adjacent surfaces, and the electrons 
wiU enter box B through orifice c in a direction different from that in 
box A, This change of direction is closely analogous to that experi- 
enced by light m passing from one medium to another. Let va and 
vb (Fig 68) be the velocities of the electron beam in box A and box B, 
respectively; and let the corresponding kinetic energies be 
= Foe, = {Vo + AF)e, 


(150a, 6) 
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e being the numerical charge on the electron Since the electi'ic field 
does not change the component of velocity in the x direction, we may 
write 

VAsmdA = Vfi Hinds, 

( 151 ) 

va sm Ob 

■where dx and ds aie the angles which the two beams make with the 
normal to the adjacent faces of the boxes From Eqs (150a, 5) wo 
have 

r| _ (Fo + AF)c _ 1 , A7 
vl Voe Vo’ 

from which and iiom Eq (151) we obtain 



Fig 68. 


sm 6 a 
sin 6 b 


Va 


(152) 


Now this result might also be 
expressed by introducing an equivalent 
refractive index n defined by the equation 

sin 6 a __ 
sin 6 b 

Then 

M = + ^- (153) 


We see, therefore, that, for any given pair of values of Fo and AF, the 
bending of the electron beam can be described by saying that the 
space B has a certain electron index of refraction with respect to 
space A. Or, we can proceed as in optics and introduce an index of 
refraction for each region. Let us assume as indices of refraction for 
electrons in spaces A and B, respectively, 

y.A = k' VTo, iab = k' VVo + AF, 
m which is an arbitrary constant. Then 

_ VVo + AF _ /,~AF 
__ yjl+y; 

as before. Clearly we can account for the motion of the electron 
along any path by assuming that, at any point where its potential is 
F, its refractive index is 

fji »» 


k'Vf- 
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It is important for the validity of this result that the aibitiaiy 
additive coUvStant that is ne^ccssarily present in the potential 1" be so 
chosen that F = 0 at a point 'where the kinetic energy ot the electron 
is zero The kinetic energy at any other point is then 

1 2 rnv‘^ = c T" 

If we eliminate F between the last two equations, wc obtain 

IX = 

where = ¥ '\/m/2e and represents a new arbitrary constant 

In this latter form, the result is applicable to the motion of any 
sort of particle in a field of force For we could set up an electric 
field in which at each point the potential energy of an electron, — eF, 
would be the same as the potential energy of the other particle in its 
own force field; then a particle and an electron, projected with equal 
speed and in the same direction from corresponding points, would 
traverse similar trajectories. Thus the refractive index necessary to 
account for the motion of a particle in a force field varies from point to 
point along the path in proportion to the velocity of the particle 

The refractive index for waves of any sort, on the other hand, is 
inversely proportional to the wave speed u. 

¥" 

This rule is a direct inference from Huygens’ principle, which must 
hold for anything that we may call waves Hence, if the waves, 
moving according to the laws of geometrical optics, are to follow the 
particle along its path, we must have at every point 



m terms of a new constant of proportionality 6, or the wave speed 
must be inversely proportional to the particle speed We can also express 
this result in terms of the constant total energy E and the (perhaps 
variable) potential energy U of the particle. For 

= E - U ^ hv - U, 

if we introduce the assumption that the frequency p of the waves is 
given by the Einstein relation, E ^ hv, h being Planck’s constant. 
Then 

H 

, ^ ^ bfhv - (155a, 6) 

= iioVhv - U, ,(156) 

bi and no being new constants (6i = =» h"'lbt) 


a 


2(hv - V) 
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According to Eq. (156), in which ?7 is a function of position in 
space, the refractive index for the waves must be supposed to vary 
from point to point, in somewhat the same way as it does for light 
waves in a nonhomogeneous piece of glass At any given point, 
furthermore, fx varies with v, i e , the waves exhibit the phenomenon 
of dispersion. For matter waves this is true even in free space, where 
[7 = 0 

Parenthetically, it should be remarked, to avoid misunderstand- 
ing, that the well-known electron imcroscope^’ does not depend for 
its operation upon the wave properties of the electrons In this 
microscope the electrons move according to classical mechanics, 
although their motion is sometimes treated m terms of the equivalent 



Fig. 69 . — The solid line PxFa represents the path taken by a beam of light; the dashed 
line represents a geometrically possible near-by path. 


refractive index described above. The only connection that matter 
waves have with the electron imcroscope is that their wave length 
will ultimately set a limit to the possible resolving power that can be 
attained, just as the resolving power of ordinary microscopes is limited 
by the fimte wave length of light. The wave length of the electron 
waves, however, we shall presently find to be so small that the resolving 
power of existing electron microscopes is limited by other factors. 

106. Fermat’s Principle and the Principle of Least Action. — For 
the benefit of those students who may be interested in the more 
abstract formulations of mechanics, an alternative and more complete 
treatment of the refraction of matter waves will also be given, along 
lines suggested by de Broglie. 

One way of stating the law of the propagation of light in geometrical 



Sec. 106] 


FERMArS PRINCIPLE 


243 


optics is in terms of Fermat^s principle of least time. This principle 
IS a direct deduction from Huygens^ principle and states that, of all 
possible paths which a ray of light might conceivably take between 
two given points, it chooses that path which makes the time required 
a minimum (more exactly, an extremum, a minimum if the points 
are not too far apart, otherwise, often a maximum). The principle is 
equally applicable to the propagation of waves of other sorts. 

To express the principle in mathematical form, consider a surface 
SS (Fig 69) separating two mediums of respective indices of refraction 
ill and jLi 2 * Let the full line represent the path actually taken by a 
monochromatic ray of light of frequency v in passing from any point 
Pi to any other point Pa, the dashed line being a near-by geometrical 
path. Let ds represent an element of the path, and u the velocity of 
light of frequency v in the medium in which ds is located. Then the 
time r required for the light to travel from Pi to Pa is 

, - n-i. 

JPx U 

Fermat^s principle of least time is stated by the equation 

= 5 — = 0, (157) 

Jpi u ’ . 


where 5r means ^Hhe difference between the value of r for the natural 
path and for an infinitely near path.’’ An alternative form of the 
last equation is obtained by multiplying Eq. (157) by c, the velocity 
of light in free space, and introducing the refractive index, p. ^ of u\ 



(158) 


Now in form these equations are the same as those expressing the 
principle of least action in mechanics, which describes, or determines, 
the ^^natural” path taken by a body, 
regarded as a material particle, in its passage 
from one point to another under the action 
of conservative forces. Let the line AB 
(Fig. 70) represent the natural path of, say 
a projectile of mass m, air resistance being 
eliminated. Let ds be an element of length 
of the path and let v be the velocity of the ^ 
projectile. Then the action” A between 

any two points Pi and P 2 on the natural path is defined as the line inte- 
gral pf the momentum along the path between those points. That is, 

== mvds. 
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The piinciple of least action now states that, of all imaginable paths 
between Pi and JP 2 , the projectile chooses the path which makes A a 
TT^inimum (or at least an extremum) as compared with the value which 
A would have for any neighboring path that rrnght be followed from 
Pi to P 2 It must be assumed that all paths are traversed with the 
same total energy. Or, in mathematical form, 

SA = sj^'mvds = 0, (159) 

where dA has a meaning analogous to that of Sr in Eq. (157) Another 
form is obtained if we substitute for v in terms of the total energy E 
and the potential energy V; since mv- — E — V, 

mv — -\/2m{E — V), 


and (159) can be written 

V2m{E - V) ds = 0. (160) 

In this latter equation, E is to be kept constant as the path is vaiied, 
whereas V depends only on position in space 

These equations for the projectile become the same as those 
obtained previously for light waves if we suppose that 

1^1 = V2m(E - 7) 

u b bm 

or 

M (162) 

u 

where juJ = c/(5ot); with these substitutions, (157) becomes the same 
as (159), and (158) the same as (160), except for constant factois 
(m, b, u'o) which can be canceled out. Thus a ray of light can follow 
the same path as the projectile, provided the index of refraction varies 
along the path as given by Eq. (162). If we replace light waves by 
matter waves, we obtain Eqs. (154) and (156) above, in which U is 
wntten for F and the frequency of the waves is assumed to be such 
that E = hv; the arbitrary constant juo in (156) replaces ■\/2m in 
(162). 

107. The de Broglie Wave Length. — ^The most significant feature 
of matter waves will undoubtedly be their wave length. In general, it is 
this property of waves that controls the phenomena of diffraction 
and interference. Even ip ordinary wave optics, the fundanqental 
entity is the wave length; the frequency v, which appears in the 
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expiession hv for the energy of a photon, which is the fundamental 
entity in corpuscular optics, is actually calculated from measured 
values of the wave length 

The wave length to be expected for matter waves can be inferred 
by developing another suggestion due to de Broglie. If we adopt the 
right assumption concerning the velocity or refractive index of matter 
waves, as we have seen, the waves can be caused to follow the same 
trajectory as does the particle with which they are associated, in so far 
as classical mechanics is valid for the particle and the laws of geo- 
metrical optics for the waves. But it follows from Eq. (154) that the 
waves will not actually keep up with the particle, since in general the 
waves and the particle move with different velocities. It is well 
known, however, that, whenever the wave velocity varies with the 
frequency {ie,, whenever dispersion exists), a finite train or group of 
waves moves with a velocity different from that of the individual 
waves This phenomenon is easily observed on water. Close inspec- 
tion of a group of waves advancmg over a water surface will show that 
the individual waves advance about twice as fast as the group as a 
whole, new waves continually arise at the rear of the group, pass 
through it, and die out at the front In the case of matter waves, de 
Broglie showed that their group velocity could be assumed to be equal 
to the velocity of the associated particle, so that a group of them is 
able to accompany the particle in its motion. 

It IS readily shown^ that, if u is the wave velocity, a finite group of 
waves having almost the form of sine waves with wave length X 
advances with a group velocity w' of magnitude 

u' — u — (163) 

Here a partial derivative of u is written because u may vary with the 
refractive index from point to point as well as with X. If there is no 
dispersion, as in the case of sound or of light in vacuo, du/d\ = 0 and 
u' = u. In the presence of dispersion, however, the group velocity 
and the wave velocity are not equal. In the latter case, the group 
velocity is obviously the velocity at which the energy travels; the 
individual waves function essentially as phase waves, serving to 
determine, for example, where the energy shows up in an interference 
pattern. 

Let us now postulate the equality of group velocity and particle 
velocity for matter waves and see to what conclusions we are led. 

^ See, Wood, E. W-, Physical Optics”; or Houston, E. A., ‘^Xreatiae on 
light.” 
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Then, replacing u' in (163) by the particle velocity Vj we have 

V = U - X~ (164) 

But, for any type of waves, u = vX; and the frequency v of matter 
waves we have assumed to be such that 


hv ^ }imv^ + U, ( 165 ) 

U being the potential energy and E the total energy of the particle. 
Differentiating this latter equation with respect to X, we have^ 

, dv dv 

‘ax" "“ax' 

But substitution of u = vX in Eq. (164) gives 
, = ,X - 

after carrying out the differentiation. Elimination of dv/dX between 
these last two equations gives 

_ X^mv dv ^ 

~hrSK’ " d\~ toX*' 

Integrating, we have the general relation 

V = + const 

mX 

If we now set the constant of integration equal to zero in this last 
equation, we have the product mvX equal to a universal constant. 
Then along any particular path, since X = u/vj mvu/v is constant, and, 
since m and v are constant, vu is also constant. This result is in agree- 
ment with Eq. (154). It can be shown, furthermore, that no other 
assumption concerning the constant of integration in the last equation 
can be harmonized with Eq. (154). Hence, we can write the last 
equation in the form 

X = p == my. (166a,5) 

Here p represents the ordinary momentum of the particle. 

Equations (165) and (166a, 6) fix the frequency v and the wave 
length X of the waves in terms of the energy E and momentum p of 
the particle with which they are associated. The wave velocity, if 
1 U contains as variables these are to be kqpt constant in the 

differentiatioii. 
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wanted, can then be calculated as u = v\. Wave lengths given by 
Eq (166a,&) are known as de Broghe wave lengths It may be remarked 
in passing that Eq (166a) holds for photons as well as for material 
particles; for the momentum of a photon is hv/c = h/\ [cf Eq (17) in 
Sec 33] Equation (166a) combines corpuscular and undulatory con- 
cepts in a very intimate way; for X has a clean-cut meaning only in 
connection with a wave theory, and p, the momentum, is most naturally 
associated with a moving particle. 

We can now compute the wave lengths to be expected for electron 
waves, atom waves, or molecule waves. For an electron moving at a 
velocity much below that of light with kinetic energy equal to V 
electron-volts (Sec 96), we have 



eV 

300' 


= mt; = ^ 


2meV 


e being the numerical electronic charge in electrostatic units, 
by (166a) its wave length is^ 


X. = A, 



12 24 

Vv 


X 10“® cm. = 


12 24 

VT 


A, 


Hence 


(167) 


if we introduce m = 0.9107 X 10~^^ gram, e = 4 803 X 10“^° e s.u. 


^ If V exceeds a few thousand volts, it is necessary to take account of the varia- 
tion of mass with velocity Using the relativistic equation for kinetic energy, Eq 
(61) in Sec 64, we have 

c bemg the speed of light From this equation, if we write 

eV 

300moC» 

we find 

(l — ^) ^ = 1 + p, w = c-y/l - (1 + p)~®. 

Substituting these values in the relativistic equation for momentum, Eq (60) m 
Sec 63, we have for the momentum 

P * (1 •\/(l + p )* 1 = me V />(2 + p ) 

Hence, by (166a), which is readily shown to hold in the relativistic case also, the 
electronic wave length is 

Here p represents the ratio of the electron's kinetic energy to its relativistic rest 
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For 100-volt electrons, X. = 1.22 angstroms, for 10,000-volt electrons, 
Xc = 0 122 angstrom. 

Wave lengths can be calculated in a similar way for molecules 
01 , for that matter, even for large masses such as bilhard balls. The 
larger the mass, the shorter is the wave length at given speed 

It Avould be logical now, following the historical order, to describe 
at once the complete mathematical theory of matter waves, as worked 
out by Schrodinger. All that we need, however, for a discussion of 
experiments on the diffraction and interference of these waves is their 
Avave length. It may relieve the tedium of so much abstract discus- 
sion if we describe next the experiments which have shown that elec- 
trons and even molecules actually do possess certain wave properties. 

108. Experiments on Electron Waves, (o) Reflection from a Crys- 
tal . — The first experiments on electron diffraction were reported' 
by Davisson and Germer 3 years after de Broglie’s first paper appeared. 
Davisson and Germer were studying the reflection of electrons from 
a mckel target and accidentally subjected a target to such heat treat- 
ment that it was transformed into a group of large crystals. Anoma- 
lies then appeared in the reflection from it. Following up this lead, 
they prepared a target consisting of a single crystal of nickel and 
bombarded its surface at normal incidence by a narrow pencil of low- 
voltage electrons; by means of a suitable “collector” of small aperture, 
they studied the distnbution in angle of the electrons reflected from 
the crystal. In this reflected beam, they found striking maxima and 
minima, which they were able to explain in terms of diffraction of the 
electron waves. 

The diffraction of such waves by a crystal is very similar to the 
diffraction of X-rays, which has been studied extensively, and is 
described at length in a later chapter (c/. Sec. 174). Here we shall 
discuss the structure of crystals, and the diffraction of waves by 


energy moc*, and the parentheses represent the effect of the variation in mass. 
For p<K 2, i.e., V 10’ volts, we can write 






The correction to formula (167) is about 2.6 percent for 50,000-volt dectrons and 
about 8,5 percent for 200,000-volt electrons. For p » 2, V » 10®, we mn 
use the expansion in powers of 1/p: 




mchi 


1 , 31 ^ 

p 2p* 



^ Davisson and Obrmbe, Fhya, vol 30, p. 705 (1027)* 
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them, only as far as is necessary in order to understand the significance 
of the experiments on matter waves. 

Crystallographic studies by means erf X-rays show that the mckel 
crystal is of the “face-centered cubic” type, as shown in Fig. 71,^ t.e , 
the crystal can be imagined to be constructed of cubical unit cells 
each having an atom at each corner and one m the center of each face, 
with none inside the cube. The atoms are indicated by circles in the 
figure, certain ones being joined by lines in order to outline the unit 
cells. The length Uo of the edge of the unit cube is 3.51 angstroms. 
Figure 71(6) shows a face cut on the crystal at right angles to one of 
the diagonals of the cube. In Fig. 71(c) the direction of the incident 
electrons is shown by the heavy arrow. The lighter arrows show, 


<a) (b) (c) 

1^10 71 — (a) A mckel crystal, showing face-centered cubic structure, (fc) Same, 
with a face cut at right angles to a diagonal, (c) An incident beam of electrons (heavy 
arrow) is scattered in all backward directions 

schematically, that these electrons are reflected in all (backward) 
directions. Considering only the surface layer of atoms in the tri- 
angular face of Fig. 71(c), it is readily seen that these atoms are 
arranged in rows parallel to one side of the triangle, and it is easily 
shown that the distance d between these rows is 

d = Uo = 2 15 angstroms. 

Now it is fairly obvious that we may regard these rows of atoms as 
equivalent to the lines of a plane grating of grating space d == 2.15 
angstroms. Radiation of wave length X incident normally on such a 
grating, the plane of incidence being taken normal to one side of the 
triangle, should be diffracted, as is light from a reflection grating, 
according to the well-known law 

nX = ddn^y (168) 

I This $ad wtam other %iw©s are used by pemissloia Dr. Da^dsson. 
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where B is the angle between the (normally) incident beam and the 
diffracted beam and n is the order of diffraction [Sec. 174(6)] These 
relations are shown schematically in Fig 72. It will be observed, 
from Fig. 71 (c) and from Fig. 72, that the crystal is in reality equivalent 
to a series of such plane gratings, piled one above the other and 
separated by a distance 6 = aQ/\/Z, Radiation penetrating to 
and diffracted backward from any one of these underlying layers 
will be combined with that diffracted from other layers, with the result 
that, for a given wave length X of the (normally) incident radiation. 



m 



Fig. 72. — Schematic representation of reflection of electron beams from a nickel crystal 


we shall expect to find a diffracted beam at the angle 6 defined by 
Eq. (168), unless the beams from the several layers destructively 
interfere. If conditions are such that destructive interference takes 
place, the beam to be expected at angle 6 will be wholly or partially 
suppressed. 

The apparatus used by Davisson and Germer is represented 
diagrammatically in Fig. 73. The electron gun” consists of a 
heated filament emitting electrons, an accelerating field to give 
the electrons any desired velocity, and a series of collimating apertures 
to produce a (nearly) unidirectional beam. This monovelocity beam 
of electrons strikes the surface of the crystal at normal incidence, 
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and the electrons are reflected, or scattered, in all directions A 
collector for measuring the reflected electrons is so arranged that it 
can be adjusted to any angular position with respect to the crystal, 
and thus the intensity of the electron beam reflected within a small 
sohd angle dco may be deternuned. The collector has two walls 
insulated from each other. A retarding potential is applied between 
the inner and the outer wall so that only the fastest electrons — those 
possessing nearly the incident velocity — ^may enter the inner chamber 
and be measured by the galvanometer The crystal may be turned 
about an axis parallel to the axis of the incident beam, and thus 


Electron Electron E/ectron 



Fig. 73. — Schematic representation of apparatus used by Davisson and Germer in their 
discovery of the diffraction of electrons 


any azimuth of the crystal may be presented to the plane defined 
by the incident beam and the beam entering the collector. In what 
follows we shall be concerned mainly with the A and the B azimuths. 

If a beam of low-voltage electrons is incident on the crystal, 
turned at any arbitrary azimuth, and the distribution of the scattered 
beam is measured as a function of the colatitude — the angle between 
the incident beam and the beam entering the collector — a, curve similar 
to that in Fig. 74(a) is obtained, which refers to incident 36-volt 
electrons. If now the crystal is turned to the A azimuth, the dis- 
tribution curve for 40-volt electrons [Fig. 74(6)] shows a slight ^‘hump^' 
at about colatitude 60 With increasing voltage this hump moves 
upw^d and develops into a spur which becomes most prominent at 
54 volts [Fig. 74(e)], at which voltage the colatitude of the spur is 
50°, At higher voltages the spur gradually disappears. 
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The spur in its most prominent state of development offers con- 
vincing evidence for the existence of electron waves According 
to Eq (167), the wave length X, of a beam of 54-volt electrons should 
be 


Xe 


12.24 

V54 


1.67 angstroms. 


Since a diffracted beam is observed at 50°, it is obvious that, irrespec- 
tive of how the underlying layers have cooperated, constructive 
interference has occurred among the beams diffracted from the 



Fig 74. — The development of the diffraction beam in the A azimuth, showing luaxunum 
length of “spur’’ for 54-volt electrons, at colatitude 60® 


several plane gratings; hence, we may use Eq (168) to determine the 
wave length. We find 

X« = dsin^ = 2 15sin50® = 1.65 angstroms. 

This observed value of agrees excellently with that computed above 
from de Broglie's formula. 

A similar agreement was found for other beams. In the B azimuth, 
a spur was strongly developed^ with 66-volt electrons at a colatitude> 
44®. The wave length of 65-volt electrons is found in a similar way 
to be 1.52 A, whereas at 44® we have X 2 =* 2.15 sin 44° * 1.49 A. 
In the A azimuth, a spur was also found at 55® colatitude with 181-volt 
electrons. This was interpreted as a second-order beam. For 

^ The difference m the colatitude at which the spur is most strongly developed 
for the A and the B azimuth, respectively, is due to the fact that the displacement 
of each plane grating with respect to the one immediacy above is diff«ff«t for the 
two azimuths, and hence the an^e at which greatei^ remforeement oecnw Is 
different in the two cases. 
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181-volt electrons, = 0 91 A, whereas second-order diffraction gives, 
for colatitude 55°, 

2X, = 2 15 sin 55°, /.X, - 0 88 A. 

In the C azimuth,^ for which c? = 1 24 A, a strong beam was found 
at 56° colatitude for 113- volt electrons The wave length corre- 
sponding to 143- volt electrons is 1 02 A, w^hereas 1 24 X sin 56° = 1.03 
A — again an excellent agreement Over 20 such beams were reported 
by Davisson and Germer for electron energies up to 370 electron-volts. 
In each case, the agreement between the observed and the computed 
wave lengths was ivithin the limits of error of the observations. 
Subsequently, with improved apparatus, they reported measurements 
in which the agreement between observed and computed values of 
wave length was better than 1 percent - 



beam of electrons incident at angle 0i, on the (cut) face of the nickel crystal, (b) Cross 
section of the crystal showing the “cooperating” planes of atoms 

The excellent quantitative agreement between such directly 
observed values of X« with values computed from de Broglie^s formula 
is convincing proof that the beam of electrons proceeding from filament 
to crystal does have wavehke characteristics as definite as those of 
light or X-rays; and, furthermore, that the length of the electron 
waves is correctly given by de Broghe^s formula, Eq. (167). 

(b) Refracttm in a Crystal, — ^When Davisson and Germer let the 
electrons fall obhqmly, instead of perpendicularly, upon the nickel 
crystal, they observed new effects which did not seem to agree entirely 
with the theory.^ Their figures illustrating this case are reproduced 
in Fig. 75. With a fixed angle of incidence 0i, electrons were observed 

1 Han© of inoideao© and reflection parallel to a side of the triangle. 

® Nat, Aca4, Sai.f Prm , vol 14, p. 317 (1928). 

^ Davisson and GmsMBE, Nat Aoa4, Boi , Proc , yob 14, pp. 317, 619 (1928). 
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to be reflected at all angles 62, as is illustrated in Fig. 76, which is also 
taken frona their paper. For any given angle of incidence, however, 
at certain electron speeds, selective regular reflection occurred, as is 
shown by the ^^spurs” in Fig. 76(6), (c), and (d). 

It was assumed that this selective reflection was due to constructive 
interference by beams reflected from successive layers of atoms in the 
crystal The phenomenon is well known in the case of X-rays, which 
are very weakly reflected unless the conditions are met for such con- 
structive interference. The condition for strong reflection will be 
deduced later for use in the more important case of X-rays, it is 
expressed to a high degree of approximation by Bragg’s formula. 

n\ = 2d sin (169) 

where X is the wave length, Bg the glancing angle” or angle between 
the incident ray and the plane of reflection (complement of the angle 



120 Volts 133 Volts 353 Volts 63 volts 


(a> (b) to (d) 

IiG 76 — (a) Nonselective reflection of an electron beam (6, c, d) Selective reflection 
at various angles of incidence 

of incidence), d the distance between layers [shown as 2.03 A in Fig. 
75(6)], and n a positive integer. (See Sec 174.) If we may assume 
that the electron waves penetrate a short distance into the crystal, 
so as to be reflected from a number of layers of atoms, the same law 
should hold for the selective reflection of electrons. (In this case, 
the spacing in a given layer, shown in Fig. 75(6) as D — 2.15 A, is 
of no consequence, since reflection from each layer is regular.) 

When Davisson and Germer calculated electron wave lengths 
from their data by means of the Bragg formula, however, a dis- 
crepancy was found between them and the de Broglie wave lengths. 
Thus, for 83-volt electrons, selective reflection was observed at an 
angle of incidence of 35° [Fig 76(d)]; putting 0^, « 90 36 =»= 65°, 

d = 2.03 A, in Eq. (169), we find 
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For 83-volt electrons, Eq. (167) gives a de Broglie wave length of 

Xe = 1 34A 

It IS impossible to find an. integral n (1, 2, • • * ) that will bring 
these two equations into agreement (if n = 2, == 1.66 A; if ?^ = 3, 

X« = 1 11 A) 

It was suggested by Eckart^ and by Bethe^ that this discrepancy 
would be explained if it were assumed that the electron beam suffers 
refraction as it enters the crystal. In the case of X-rays, the refractive 
index is so nearly umty that it need be taken into consideration only 
in very precise work (Sec. 187). In the latter case, Eq. (169) must be 
replaced by 

n\ == 2d Vm" ~ cos^^,, (170) 

fx being the refractive index for rays entering the crystal. 

Equation (170) will presumably hold also for electron waves 
Since we do not know /i, we cannot use it to secure another check of 
the de Broglie relation; but, if we assume the latter relation, we can 
use the formula to calculate jlc. It is necessary, however, to make 
some assumption concerning the values of n. The right assumption 
to make might be discovered by endeavoring to secure consistency 
between values of y. obtained from many different reflections; but it is 
more satisfactory to be guided by physical considerations based upon 
the probable cause of the refraction. In Sec. 105, we saw that elec- 
tron waves should be refracted upon entering a region of different 
electric potential; if the potential suddenly increases by an amount 
AF, so that the potential energy of the electron decreases by e AF, 
the index of refraction is 

Vo being tbe energy of the electrons before entering the region, 
expressed in equivalent potential units Now photoelectric and 
thermionic phenomena indicate that matter attracts electrons; the 
potential energy of an electron decreases when it enters a metal, by 
an amount that was formerly identified with the work function but 
is now estimated at 10 to 20 electron-volts (Sec. 54). Hence fi should 
be greater than umty for electron waves entering a crystal; and A7 
as calculated from Eq. (171) should be of the order of 10 to 20 volts 

Usmg the above ^ta, i.e., X = 1.34 A, d == 2 03 A, = 55°, if 
we take n = 2, we find, from (170), /i = 0.76. This is less than unity 

1 Eckabt, Nat. Acad. Sd., Proc., vol. 13, p. 460 (1927). 

• Bbishi, Natimnas., vol. 15, p. 787 (19^. 
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and, loi the leason just stated, must be i ejected Tiying n = 3, 
we find /X = 1.144, and (171) then gives, with Fo = 83 volts, AF = 26 
volts, which IS of the older to be expected. 

A careful study ot the selective reflections occurring for various 
voltages at the angle of incidence d\ = 10° {dg = 80°) was made by 


Table I — Index of Hefraction of Nickel for Electron Beams of Various 

Voltages dg ~ 80 ® 


volts 

X, 

angstroms 

Order of 
diffraction, 
n (assumed) 

[from Eq 
(170)] 

.-VUI 

for AV = 18 
volts 

64 

1 52 

3 

1 14 

1 132 

130 

1 07 

4 

1 07 

1 068 

215 

83 

5 

1 04 

1 042 

327 

67 

6 

1 02 

1 027 

450 

58 

7 

1 01 

1 020 

585 

50 

8 

1 008 

1 015 


Davisson and Germei A summary of the data is shown in the first 
four columns of Table I The values of the index of refraction com- 
puted by Eq. (171) for an assumed inner potential AF of 18 volts for 
the nickel crystal are shown in column 5 and are seen to be in reason- 
able agreement with the directly observed values of as given in 
column 4. 

The phenomena of the refraction of electron waves are somewhat 
more complex, however, than might be expected from the simplicity 
of Eq (171) and the agreement of the data. For further information, 
the reader is referred to the literature.^ 

(c) Transmission through a Crystal — Electrons, if given sufficient 
energy, are known to pass readily through thin films of matter such 
as metal foil or thin mica. If an electron beam has wave properties, 
then in its passage through matter we should observe some or all 
of the phenomena characteristic of the similar passage of X-rays. 

Soon after the discovery of electron waves, Kikuchi® succeeded 
in obtaining electron diffraction patterns by passing a pencil of elec- 
trons through a thin mica crystal. Figure 77 shows the pattern 
obtained by passing 68,000-volt electrons through mica of the order 
of 10""^ cm. thick. These observations are the exact analog of the 

1 See, for example, Davisson and Gbrmer, iVoi. Amd, Fmc., vol. 14, p. 
619 (192®); Davisson, Bdt Sy9tem Tedm, voL 11, p 546 (1W2). 

® Japan. Jour, Phys,^ vol. 5, p. (1^8). 
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first experiments on the diffraction of X-rays by Friedrich, Knipping, 
and Lane [Sec. 174(6)] 

Studies of metal foils with X-rays show that with appropiiate 
treatment such foils are composed of polycrystalline material with a 
random orientation of crystal axes Crystallographically, such foils 
are similar to crystalline powders. If in the Friedrich, Knipping, 
and Laue experiment with X-rays (Fig 146) a powder or a foil is sub- 
stituted for the single crystal, the observed diffraction pattern will 
consist of a series of concentric rings instead of spots Such a pattern 
pioduced by passing a pencil of X-rays through gold, is shown in 



Fig 77 — Diffraction of 68,000-voit electrons by a thm sheet of mica [After Ktkuchv^ 
Japan Jour. Phys , doI. 5 (1928).] 

Fig. 78(o). In Fig. 78(6) is shown the diffraction pattern obtained 
by passing 30,000-volt electrons through a film of gold; whereas Fig. 
78(c) shows the pattern for 48,000-volt electrons, passing through a 
film of silver. Qualitatively, the similarity between the effect of X-rays 
and of electrons is so striking as to prove conclusively the wave nature 
of electrons. From the diameter of the rings in Fig. 78(6) and the 
dimensions of the apparatus, it is possible, knowing the length of the 
side of the unit cube of gold from X-ray data, to measure the wave 
length of the electron beam producing the pattern. 

109. Diffrajction of Molecule Waves. — ^Even molecules should 
exhibit wave properties under suitable conditions, according to the 
new theory. This, too, has been verified by experiment. A molecular 
beam is easily formed by allowing molecules of a gas to stream out 
of an enclosure through a small hole or slit into an evacuated chamber. 
Often the mwjlosure is heated, in order to vaporize the] substance to 
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be studied; it is then called an ^^oven/^ Two difficulties have to be 
overcome, however, which do not arise in working with electrons. 
The molecules issue with a maxwellian distribution of velocities, 
whereas for diffraction experiments a beam of uniform velocity is 
desirable, corresponding to monochromatic waves. Then, too, 
neutral molecules are very much harder to detect than are charged 
particles 

Especially interesting is an experiment^ performed by Estermann, 
Frisch, and Stern. They managed to select a beam of helium mole- 
cules or atoms having fairly uniform velocities by passing the beam 
through narrow slits in two parallel circular disks placed 3 cm apart, 



Fxg 78 — (a) Diffraction pattern produced by passing X-rays through thin gold foil. 
{Kindness of Dr I Fankuchen) (b) Diffraction pattern produced by passing a pencil 
of 30,000-volt electrons through gold foil {From Thomson “ Wave Mechanics of Free 
Electrons Fig 196 ) (c) Same for 48,000-volt electrons and a silver foil 500 A thick. 

{Courtesy of Dr, L H Germer, Bell Telephone Laboratories, Inc ) 

ngidly connected together and rotated about their common axis. 
The slits in the disks were adjusted so as to be opposite each other. 
An atom, after passing through a slit in the first disk, would arrive 
at the second disk too late to pass through the corresponding slit in 
that disk; but, if its velocity were just right, it would be in time to 
pass through the next following slit. Atoms moving faster or more 
slowly would arrive too soon or too late and would be stopped by the 
disk. After leaving the second disk, the beam fell upon the surface of a 
lithium fluoride crystal, by which it was reflected or diffracted. To 
measure the intensity of the beam diffracted in a given direction, the 
helium atoms were allowed to pass through a small hole into a chamber 
where they accumulated until a certain pressure of helium was reached 
(of the order of 10~® cm. Hg). This pressure was measured by the 
cooling effect of the helium on an electrically heated metal strip, 
owing to conduction of heat through the helium; the electrical resist- 
> IEstebmann, Fkisoh, and Stbbn, Zeits. f. Physik, vqI. 78, p. 848 (1981), 
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ance of the strip was measured with a Wheatstone bridge as an indica- 
tion of its temperature 

A strong diffracted beam of helium atoms was observed in addition 
to the regularly reflected beam. In the most precise measurement, 
the maximum in the diffracted beam was found at 19 45°, correspond- 
ing to a wave length of X = 0.600 X 10“^ cm. as calculated from the 
usual formula for diffraction by a crystal. From the dimensions and 
rate of rotation of the disk, the velocity of the helium atoms was cal- 
culated to be 1.635 X 10® cm sec.~^; the corresponding de Broglie 
wave length is, by Eq. (166a,?)), 



mv 


hNo 

Mv 


6.61 X 10-27 X 6 02 X 1023 
4 00 X 1 635 X 10® 


= 0.608 X 10-3 cm. 


{h — Planck’s constant, JVo = Avogadro’s number, M = molecular 
weight ) The agreement is within 1.5 percent. This result is par- 
ticularly interesting, not only because it refers to an atom, but also 
because the velocity was measured in simple mechanical fashion 
instead of in some indirect manner. 

110. Schrodinger’s Wave Equation. — We shall return now to the 
discussion of the theory of matter waves. In Secs 103 and 104, we 
have described the line of thought which led de Broglie to the con- 
ception of such waves. In his first paper, he managed to apply 
these ideas to the motion of an electron in the field of a nucleus and 
actually arrived at Bohr’s formula for the energies of the quantum 
states. In order to obtain discrete states, he replaced Bohr’s quantum 
condition by the requirement that the orbit must contain an integral 
number of wave lengths of the waves, so that “resonance” may occur. 
This is not a very satisfactory statement of the condition, however, 
because in such cases the wave length is so large relative to the scale 
of the motion that diffraction effects would be enormous. Schrod- 
inger, refining de Broglie’s idea, suggested that each quantum state 
represents a system of standing waveSf or a normal mode of harmonic 
vibration, somewhat like the vibration of a violin string when sounding 
its fundamental or one of its overtones. 

In order to find out what the normal modes of oscillation would be 
for the matter waves accompanying an electron, we require a more 
complete statement of the law govermng their motion. Now the 
usual basis of the mathematical theory of wave motion is furnished by 
a differential equation Thus, for a violin string vibrating in a fixed 
plane, we have the equation 
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in which 7? is the displacement of any point of the string at a time t, r 
is the coordinate of this point measuied from one end of the string, 
and ^ is a constant depending on the tension in the string and its 
mass per unit length In addition to this differential equation, we 
have also the boundary condition that 77 = 0 at all times at each end 
of the string. To cite a second example, in the case of sound waves 
moving in three dimensions, the differential equation for the pressure p 
in terms of Cartesian coordinates Xjy^z and the time t is 


^ = ^2/^ 4. ^ 4. 

dt^ \dx^ dt/2 dzy' 


f denoting another constant These differential equations are derived 
from the laws of mechanics, they are obtained by applying Newton^s 
laws of motion to the particular medium under discussion. 

We cannot follow an analogous method in arriving at the differ- 
ential equation for the matter waves; for we know nothing of any 
medium to convey them. The best we can do is to try to guess a 
mathematical wave equation that will be in harmony with those 
properties which we have found the waves to have, and then to test our 
guess further by means of comparison between observations and other 
results deduced from this wave equation Limitations of space and 
of the mathematical tools required for this book make it impossible 
for us to attempt here any extensive treatment of wave mechanics ^ 
It may be worth while, however, to see how the properties that we have 
assigned to matter waves lead rather naturally to Schrodinger^s differ- 
ential equation for them and then to describe in general terms the 
application of the equation to a few important problems 

For plane harmonic matter waves of frequency v and wave length 
X moving toward +x, we might expect to be able to write 


^ == Asin27r 



^ being the quantity, whatever it is, that oscillates in the waves. 
Since, according to Eqs. (165) and (166a), 


V 



X = 


h 

p 


where W and p are, respectively, the energy and the momentum of the 
associated particle, we can also write the last equation in the form 

= j4siny(F'i - pa:), (172) 


» For a simple introduction, see Dtokman, 8., “Eaements of Quantum Mechan- 
ics,’' 1938. 
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in which the constants are connected by the relation, 


W = 


_ v"- 


2m 


+ V; 


here V is the potential energy of the paiticle, and 

2m 2 to 


_ {mvY _ j ^ 


i^mv- 


(173) 


its kinetic energy. Now, whatever the correct differential equation 
for ^ may be, it should be such that any allowable function ^ expressed 
in the form of Eq (172) is a solution of it regardless of the value of 
W QT p Let us endeavor, therefore, to find by trial a differential 
equation such that, when the expression just given for ^ is substituted 
in it, W and p cancel out in consequence of the known relationship 
expressed in Eq (173) 

A few derivatives of ^ as obtained from Eq (172) aie. 


^ sin^(Wt - px) 


dx 


dx^ 


— ~pA cos^(Wt — px) 


h 

(Wt ~ px) 


The only sort of combination of these derivatives that would enable 
us to use Eq (173) seems to be one in which the first derivative with 
lespect to t is combined with the second derivative with respect to x. 
We can get a term in V by using itself, undifferentiated, multiplied 
by y. We are thus led to try as a wave equation 


Bt 




(174) 


where the coejfKcients a and b remain to be determined. 

If we substitute ^ from (172) in this equation, however, we 
encounter a difficulty, since d'^/dt contains a cosine, whereas d%/da;^ 
and ^ itself both contain a sine However, we could equally well have 
started with a cosine instead of a sine; or we could use a combination 
of cosine and sine^ such as 

^ =« Anm^iWi — px) + BooB^(Wt — px), 


where A and B are independent constants. The student may already 
be familiar with the use of such combinations as the general solution 
of a differential eq^iatioh of the s€^<md order. If we substitute this 
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latter expression for in (174) and then equate coefficients of the 
sine terms and the cosine terms separately on both sides of the equa- 
tion, so as to have it satisfied for all values of x and we obtain the 
equations: 


or 


- = -a^p'^A + hVA, 


^WA = -a^p^B + bVB, 


W = a^p 


2t „A hh --r a 


2 _ 


= 


2x „B , bh-rrB 


B 2t B 


l2 — 


+ 


A ' 2t A 


These equations will agree with (173), provided 

^A _ J_ _ ^A ^ 
^hB 2m 2x5 

^B ^ M5 _ 

^ h A 2m 2vA 


Eliminating either a or 6 from these equations, we obtain 


iL' - _i . 4 - + • 

Bi "jj 3:1, 


t = v^. 


To agree with common practice, let us take 

A 

5 = 

Then we obtain (since l/^ = — z): 

. 2t 1 ih bh ^ T 2ir 

h 2m ^ Arm^ ^2t ~ ^ ^ ih' 

Thus (174) becomes 

_ %h 27r 

dt 47rm dx^ %h 

or, after multiplying through by —h/{2Tn), 

*L£» + 75 . 

27n dt 8x*mda;® 


For three-dimensional waves this will read 
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or, in a condensed notation often used, 


2jn dt 




(175) 


V2 (or A) standing for the ^^Laplacian operator’^ or the sum of the 
three space derivatives of the second order. 

Equation (175) is Schrodinger's famous wave equation containiiig 
the time. The agreement of results deduced from this equation justi- 
fies the belief that the equation is valid for the matter waves associated 
with a particle of mass m as long as relativistic effects can be neglected. 

Schrodinger^s equation is simple in form, containing in its coeflS- 
cients only the potential-energy function for the particle, V{x,yjZ), 
and the universal constant h It is remarkable among the differential 
equations of mathematical physics in that it contains i But 

for this factor it would resemble the equation for the flow of heat in a 
solid body, which likewise contains the first derivative with respect 
to the time. The motion of matter waves combines, in fact, some of 
the features of heat flow in a solid with other features resembling 
the propagation of mechanical disturbances, such as sound waves. 

The solutions of the equation are likewise peculiar As we have 
seen, no solution can have the form of a simple sine or cosine function, 
such as can be used to represent a train of sound waves in the air 
[cf Eq. (172)]. The combination of sine and cosine that we found 
ourselves compelled to use is equivalent to a complex exponential, 
since e = cos a; ± i sin x. 

In case 7 is a constant, it is easily seen by direct substitution that 
a solution of (175) is 


^ = Ce ^ 


provided W and p are constants satisfying Eq. (173). Here C is an 
arbitrary constant, representing the wave amplitude. If 17 > 0 and 
p > 0, this solution of the wave equation represents plane waves of ^ 
traveling toward +x; for, at a point moving with velocity T7/p, the 
value of ^ remams constant.^ W and p represent energy and momen- 
tum of the associated particle, respectively; the frequency v and the 
wave length X of the waves are easily seen to be p = T7/fe, X = h/p, in 
accordance with conclusions reached previously. If p < 0 but 17 > 0, 
both the particle and the waves are movmg toward —x. 

If 17 < 0, as may happen if 7 < 0, the waves and the particle 
travel in opposite directions. We can always make this so, if we wish, 
^ If a point moves with vdocity TF/p, in time dt it moves a distance dx ^ W dt/ p ; 
hence, d(Wt — px) ^ W dt — p dx 0, and so =* 0. 
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by adjusting the arbitrary additive constant that occius in V, as m 
any potential energy. The possibility of reversing the direction ol 
motion of mattei waves by a mere mathematical change of this soit 
IS a clear indication that they cannot be ordinary real waves 

111. Physical Significance of W . — ^The question at once arises; 
what IS the physical sigmficance of the mysterious ^ that appeals in 
the mathematical theory? 

An answer sometimes given to this question is that ^ is merely an 
auxiliary mathematical quantity that is introduced to facilitate 
computations relative to the results of experiment. For example, in 
the expel iments described above on the diffraction of electrons by a 
crystal, the experimenter sets up an electron gun that fires electrons 
of a certain energy at a crystal. A detector placed at a certain angle 
gives indications which are taken to mean that electrons are being 
received. In order to develop a quantitative theory for such observa** 
tions, we assume that a beam of electron waves of frequency v — W/h 
falls on the crystal, and we calculate the intensity of the waves scat- 
tered in the direction of the detector. From this mathematical 
result we infer, following certain rules, what the indication of the 
detector should be In order to make such calculations, it is not really 
necessary to attach any physical significance at all to the mathematical 
symbol 

There is much to be said for such a view. After all, observational 
results are the primary material of physics; the purpose of theories is 
to correlate these results, to group them into those regularities of 
experience that we call laws, and to predict the results of new experi- 
ments. Even the motion of the electron as a particle is only an 
auxiliary concept, introduced for convenience in describing and 
interpreting observational results; the evidence for the particle nature 
of the electron is in reality very indirect. If we carefully examine the 
history of the concept of the electron as a particle, we shall realize 
that this concept owes its origin to the well-established beliefs in the 
corpuscular nature of matter. The electron was regarded as one 
of the building blocks of matter and was, therefore, visualized as a 
particle. 

Such auxiliary concepts as particles constitute very convenient 
aids to thinking, and most physicists find it advantageous to make use 
of them. Whereas some experimental resulte are conveniently under- 
stood in terms of the electrons as particles, however, others can be 
understood only in teims of the interference of waves. It is worth 
while, therefore, to go as far as we <mn toward aa^gnin^ some physical 
significance to these waves, or to the quantity in terms of which the 
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mathematical theory of the waves is expressed. It tmms out that 
significance can be attached to the waves, according to circumstances, 
in two rather different Avays. 

In dealing Avith an experiment on scattering such as that just 
described, a beam of waves of indefinite total length is commonly 
assumed, represented by a ^ like that in Eq. (176). The square of 
the absolute value of is then taken to be proportional (for given 

particle energy) to the number of particles in the beam that cross unit area 
per second, the unit area being taken perpendicular to the direction 
of motion.^ Thus, in an experiment on the diffraction of electrons, let 
no electrons cross unit area per second in the incident beam and let 
^0 denote the mathematical expression assumed for ^ in the waves 
lepresentmg this beam. Then, if calculation by means of the Avavc 
equation, Eq. (175), gives as the value of ^ in a certain direction 
of diffraction, the theoretical value for the intensity of the diffracted 
beam in that direction, defined as the number of diffracted electrqns 
crossing unit area per second, is 

[provided both the incident and the diffracted beams move in regions 
Avhere V in (175) has the same value] 

This procedure corresponds exactly to the method of handling 
similar problems in optics. The intensity of a beam of light, which 
might be defined as the number of photons crossing unit area per 
second, is proportional (in a given medium) to the square of the 
electric vector (Sec 32). The principal difference here is that, 
being a complex number, we must use instead of 

There are other cases, however, as in the photoelectric effect, in 
which one mshes to follow the flight of a single electron or other 
particle. Then ^ is taken to refer to a single particle. Usually, in 
a given case, values of ^ appreciably different from zero occur only 
Avithin some finite region. A solution of the wave equation of this 
latter type is sometimes called a wave packet, especially if the region in 
which it has nonzero values changes position in space as time goes on. 
In such a case it is natural to ask, where is the particle in relation to 
the wave packet? The accepted answer may be stated in terms of 
probabilities. The position of the particle is usually considered not to 
be defined any mohg closely than is indicated by the values of At any 
given instant, M a suitable obsermtion were made, the particle might 

^ ^ is a ccwaite numbed; by Ike absolute value of any complex number, a? + iy 
(wbert » and f are r^), is meipt "writtWi fa? -h iy\» 
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be found at any point where is different from zero; the probability 
of finding it in the neighborhood of a given point is proportional to 
the value of at that point. More exactly, the probability density 
at any point is represented by 1^|^; the probability of finding the particle 
within any element of volume dxdydz is 

l^l^dxdydz. (177) 

When interpreted in this way, ^ is sometimes called a probability 
amplitude for position of the particle.^ 

The interpretation just stated imposes upon ^ a certain mathe- 
matical requirement For the total probability of finding the particle 
somewhere is, of course, unity. Hence ^ must satisfy the condition 
that 

ffm^dxdydz - 1, (178) 

the triple integral extending over all possible values of x, 2 /, and z. 
A ^ satisfying this requirement is said to be normalized (to unity) 
Any solution of Eq (175) that gives a finite value to the integral in 
Eq. (178) can be normalized; for, because the wave equation is linear 
and homogeneous in any solution of this equation can be multi- 
plied by an arbitrary constant without ceasing to be a solution, and 
the arbitrary constant can then be adjusted so as to make Eq. (178) 
true. 

There are also interesting relations between a wave packet and 
the velocity or momentum of the particle A detailed study, for which 
we have not space, brings out the following features 

Suppose the particle is in free space (z.e , F = 0) Then a possible 
solution of the wave equation is given by Eq (176) or 




Ce ^ 


(179) 


where C and p are constants and W = pVw. This solution, repre- 
senting an mfimte train of waves, is considered to correspond to a 
particle moving with energy TF, momentum p, and velocity v =* p/m. 
It cannot be treated as a wave packet, however, for it makes 

f f dxdydz = oo 


(unless 0 = 0!). We may conclude that it is not possible for a particle 
to have a perfectly definite momentum or velocity. We can, however, have 
as close an approach as we please to a definite momentum, for may be 
assumed to be indistinguishable from (179) over as large a region as 

1 The word ‘^amplitude*' is not used here in quite the same sense as in elOTaen- 
tary physics. 
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desired, sinking to zero outside the boundary of this region; the con- 
stant C can then be chosen small enough so that f f dxdydz = L 
A wave packet formed in this way will retain its form for a long time, 
travehng along with a velocity roughly equal to the group velocity 
of waves of frequency v W/h or with a velocity equal to p/m. 

In general, any wave packet can be expanded in terms of wave 
trains like (179), just as any patch of light waves can be resolved into 
monochromatic trains. Essentially, this amounts to representing ^ 
by a Fourier integral. When this has been done in a suitable way, the 
coefl&cients of the various wave trains in the expansion constitute a 
probability amplitude for momentum; i e , the square of the absolute 
value of any coefficient gives the probability that a suitable observa- 
tion would reveal the particle as moving in the direction, and with the 
momentum or velocity, that is associated with the corresponding 
wave train. Thus, in general, according to wave mechanics, a particle 
does not have either a sharply defined position or a sharply defined 
momentum or velocity. 

112. The Indeterminacy Principle. — The indefiniteness that we 
have just found to exist in the values of certain mechamcal magmtudes 
associated with a particle, such as its position or momentum, is a 
fundamental feature of wave mechanics The indefiniteness as to 
position can be mimmized, to be sure, by making the wave packet 
very small practically zero except within a very small region); 
but in that case it can be shown that the packet will spread rapidly. 
Consequently, if we were to observe the position of the particle a little 
later and then calculate its velocity by dividing the distance covered 
by the time that has elapsed, any one of a wide variety of results might 
be obtained- Thus, a small packet means a large indefimteness in 
momentum and velocity. On the other hand, if we give to ^ a form 
like that in Eq. (179) over a large region, in order to fix the velocity and 
momentum of the particle within narrow limits, there is a large 
indefiniteness in the position. In general, it can be shown that, if Ax 
denotes the effective range in the possible values that might be found 
by observation for the coordinate x of the particle, and if Ap indicates 
the similar range for momentum, then very roughly 

Ap Ax h, (180) 

where h is Planck^s constant. This principle was first enunciated 
by Heisenberg in 1927,^ who called it, in German, the principle of 
‘'XJnbestimmtheit.^’ This term has been variously translated as 
“indeterminacy,^' “indefiniteness,'' “uncertainty." 

^ HezsenbekO, /. Phyuk, vol. 43, p. 172 (1927). 
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The principle can be said to have its basiwS in tlie wane properties 
of matter It even has an analog in the field of optics A single 
sinusoidal wave of light of wave length X represents a certain amount 
of energy that is closely locahzed in space, but it does not constitute 
monochromatic light; for, upon passing through a spectroscope, it 
will spread widely in the spectrum. To have an approach to mono- 
chromatic light, we must have a train of many waves, and this means 
a coi responding dispersal of the energy in space 

The conclusion that a wave packet cannot represent a particle 
as having at the same time a definite position and a definite momentum 
might seem to be in conflict with the fact that both position and 
momentum are capable of precise measurement. In ordinary physics, 
we have no difficulty in determining both of these quantities simul- 
taneously; eg., from two snapshots of a rifle bullet, its position and 
velocity at a given instant can both be calculated Heisenberg 
pointed out, however, that this could be done only because, on the 
scale of observation used in ordinary physical measurement, the inde- 
terminacy required by Eq, (180) is so minute as to be lost in the 
experimental errors. It is quite otherwise for an electron, or a molecule. 

Consider, for example, how an electron might be located with 
atormc precision. We might use a microscope; but then we should 
have to use light of extremely short wave length in order to secure 
sufficient resolving power To distinguish positions 10 ~® cm. apart, 
for example, we should have to use 7 -rays. Under these circum- 
stances, the effect of the light on the electron cannot be neglected. 
If we are to ^^see"' the electron, at least 1 photon must bounce off it 
and enter the microscope. In rebounding from the electron, however, 
this photon will give it a strong Compton kick (see Sec 186) Thus at 
the instant at which we locate the electron, its momentum undergoes 
a discontinuous change Furthermore, there is an indefiniteness 
about the magnitude of this change, for it will vary according to the 
direction in which the scattered photon leaves the scene of action. 
We cannot limit closely the range of possible directions for the scat- 
tered photons that enter the microscope, by stopping down the aper- 
ture, without a serious loss of resolving power. A quantitative 
analysis of such observations leads again to Eq. (180). 

It appears, then, that we cannot at the eame tifne assign to an 
electron or other small particle, in terms of actual or poedibl© observa- 
tions, a definite position and a definite momentum (or energy). Thus, 
an assertion that both the position and the momentum of a particle 
have simultaneously certain precise valu^ is a statement devoid of 
phydeal meaning; for, dnee 1900, it has become increasingly accepted 
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as a principle of physics that only those magnitudes which can be 
observed, directly or indiiectly, have physical significance. Out 
classical notion of a particle as something that can move along a 
sharply defined path, having at each instant a definite position and 
velocity, is therefore not applicable to electrons or protons or atoms 
or molecules. These small bits of matter may be said to have some 
particle properties, but they also possess certain wave properties, so 
that, in the classical sense of the words, they are neither true particles 
nor true waves Darwin proposed to call them '^wavicles.” 

After this discussion of the physical significance of we shall now 
return to a further consideration of the mathematical theory. What- 
ever changes may occur in the future in the physical ideas that are 
considered to underlie wave mechanics, it seems probable that the 
mathematical theory is here to stay. 

113. Stationary or Quantum States. — So far we have discussed the 
motion of free particles only. Suppose now an electron or other par- 
ticle is in a region where, because of a force field, it has a potential 
energy V depending on its position. To treat such cases, as has 
already been indicated, Schrbdinger suggested seeking solutions of the 
wave equation which represent standing waves. 

The distinguishing characteristic of standing waves is that the 
phase of the vibration in such waves is everywhere the same, whereas 
in running waves there exists at any moment a progression of phase 
along the wave tram In a mathematical expression for ^ representing 
standing waves, therefore, the time must occur in a separate factor. 
The analogy of Eq. (176) suggests that we seek a solution of Eq. 
(175) of the form 

^(x,y,z,t) ^ e ^ (IBl) 

Here TT is a constant, ^ = a/“” 1, ^ is Planck^s constant, t is the time, 
and X, y, and z are Cartesian coordinates for the particle; as indi- 
cated, is a function of the four variables, x, y, z, t, whereas ^ is a 
function of only x^ y, and z. The frequency of oscillation of such a 
^ h V ^ W/h, For, if t is increased by h/W, the exponent of e is 
thereby increased by — 27rt, which multiplies ^ by 

— cos27r -r mn2ir ^ 1 

and so leaves ^ unchanged; hence h/W is the period of oscillation of 
or W/h is the frequency. Since by assumption the frequency of 
harmomc matter waves always represents the energy divided by h 
(Secs. 103, 104, 105), it follows that W represents the energy of the 
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particle It is easily shown that Eq. (181) defines the only possible 
form of ^ m which t occurs in a separate factor 
Differentiating, we find from (181) that 


di 


-j-We ^ jp, 


dx^ 


2iri 


Wt dhp 
dx^’ 


etc 


Thus the operator affects only the factor yj/. Hence, if we insert the 
above expression for ^ in Eq (175), we obtain 


Txr 

We '* 


4' = 


-??wt 


-^Wi 


Sir^m 

Canceling e * "*, we can wiite this lesult as 


VV + Ve 




or 


vv + 


&jr^m 


VV +Vxl^ = W^f^ 




(TT - 7) ^ = 0 


(182) 


The differential equation thus obtained for the amplitude factor 
^{x,y,t) IS known as Schrodmger’s am'phtude equation, or, more com- 
monly, just as Schrodinger’ s wave equation. 

Not every solution of Eq. (182) can be used however As explained 
in Sec 111, we must be able to make finite. Now, if '4^ 
has the form shown in (181), its absolute value is 

l'4'l = |e * = |i^| 

since \e~^\ = 1.* Thus only those solutions of (182) can be used to 
represent standing waves for which 

jJSlM^dxdydz 

is finite. (The statement usually made is that f itself must remain 
finite even at infinity.) In general, this condition can be met only for 
certain values of W; these are known as charactenshc values {or 
eigenvalues). These values of W are the allowed values of the energy 
corresponding to the stationary states, or quantum states, of the particle 
in the given force field. Corresponding to each allowed value of W 
there are one or more different functions obtained as solutions of 
Eq. (182) ; these are known as diaracixristic functions or wave functions 
(or eigenfunctions) . 

According to the physical significance that was assigned to Sf' in 
• ». [cos * — i sin *1 1. 
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Sec 111, the prohabiUty of finding the particle in a given element of 
space dr, when it is in such a stationary or quantum state, is given 
either by dr or by [i^l^ dr, since, as we have seen, |^1 = i^|. 

The problem of determining the allowed energy levels for a particle 
in a given force field thus reduces to the mathematical problem of 
finding the allowed solutions of a wave equation. Limitations of 
space and of the mathematical tools required for this book compel us to 
leave it to the reader to familiarize himself, by study elsewhere,^ with 
the further mathematical developments of the theory. We have 
space only for a few descriptive remarks concerning the two cases 
that have already been treated in previous chapters in terms of the 
old quantum theory. 

114. The Harmonic Oscillator. — Let x be the coordinate of a mass 
m moving in one dimension with a potential energy given by F = 

denoting a constant For such a particle, the (amplitude) wave 
equation (182) becomes simply 

g + ^(w - = 0 (183) 

A mathematical study of this equation shows that the characteristic 
values of W can be written^ 


TFn = (n + H)hvcj n = 0, 1, 2, • * • ; 




(184a, &,c) 


The constant Vc is the frequency with which the mass m would vibrate 
according to classical theory; but it has no special physical significance 
here. 

The normalized wave functions for the first three quantum states, 
corresponding to n = 0, 1, or 2, are found to be as follows, stated m 
terms of 


For n = 0 : 


n = 2. 


[mv^c n i lirniVcY'^ 

« - - Vinr) 



l)e“«V2, 


The reader can readily verify that each of these expressions for ^ 

^ E ff.ym Dushman, S , Elements pf Quantum Mechanics,” 1938, Patonp, L , 
and Wilson, Introduction to Quantum Mechamcs,” 1935 j I^ojanskt, V , 
^‘Introductory Quantum Mechanics, '' 1938. 

^md. 
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is a solution of Eq (183), if in the latter equation the corresponding 
value of W is inserted from (184a), and that they are normalized so 

that = 1. (Hint: Change the vanable from a; to | even in 

the differential equation' Also, remember that /-■- e = 's/tt ) 
A gi-aph of these three wave functions is shown in Fig 79 



Fio 79. — Charactonstie functions foi n = 1, 2, and 3 foi a harmonic osoillatoi 

116. The One -electron Atom, (a) Energy Levels and Wave Func- 
tions . — ^An electron of numerical charge c, in the field of a fixed nuclcu.s 
of charge Ze, has a potential energy 

7 = -^^ 
r 

at a distance r from the nucleus. Hence the wave ociuation (182) 
for an electron in such a field reads 

V V + ^ (tF + lA = 0, (185) 

m being the electronic mass (more accurately, the reduced mass — 8ec. 
94). This equation is more complicated to handle than that for 
the harmomc oscillator, because it involves three variables (x,y,z). 
Only a few mathematical details will be given here. 

The variables can be “separated” in terms of polar coordinates, 
r, 6, (t; solutions can then be found of the form 

= Ca e^*Ph (cos e) Enj(r). (186) 

Here R^(r) is a certain function of r, P\ denotes a certain function 
of cos d, and Cik is a normalizing factor. [Sometimes R{r)/r is written 
in place of R(r) ] The symbols n, I, and X denote three integers which 
happen to occur in the customary expresaons for the functions; these 
integers may have any values such that 

|X| g ? < n. 
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Thus the possible values ot n aie = 1, 2, • • • ; lor each )i, 

/ = 0, 1, n — 1, for each X = — Z + 1, + 2, • 

I (More commonly the letter or is used in place ol X The 
notation used, here has certain advantages which, will appear latei in 
the study of many-electron spectra ) The numbers n, Z, and X serve 
as convenient labels for the wave functions and are commonl^^ called 
quantum numbers ’’ 

The corresponding values of the energy turn out to be the same as 
those found by Bohr (Sec 94) 


2Tr^me^Z^ 


(187) 


This problem illustrates an important feature that is frequently 
met with called degeneracy of the wave functions or quantum states. 
For any value of n above 1, there are several independent wave func- 
tions foi each allowed value of the energy. Corresponding to given 
/, the number X ranges over 2Z + 1 different values fiom —I to 1] 
and, for given n, I ranges from 0 to n — 1; and for each combination 
of a value of I with an allowed value of X there exists a distinct wave 
fimction. 

(6) Relations mth Angular Momentum — When the atom is in a 
definite quantum state, the probability density, 1^1^ or |\^|^, is every- 
where constant in time. Thus it might be said in one sense that the 
electron is not in motion. There is at least no suggestion of motion 
along an orbit. Certain phenomena suggest, however, that, provided 
I > 0, the atom should be regarded as possessing moment of momentum 
or angular momentum about the nucleus; and this momentum is asso- 
ciated with magnetic effects in the same way as is that of the classical 
motion in an orbit. Accordingly, for convemence, we shall speak of 
the electron as moving'^ in the field of the nucleus, and we may some- 
times even refer to this motion as orbital.'’ 

The value of the angular momentum furmshes a useful means of 
distinguishing between states that have the same energy. Before 
proceeding further, the treatment of angular momentum in classical 
theory may be recalled. 

The student is doubtless familiar with the interpretation of angular 
momentum as a vector quantity. When a rigid body is rotating about 
a fixed point, like a top about its point, there will be a certain axis 
through the fixed point about which the angular momentum of the 
body is a maximum. About any other axis, mchned at an angle d 
to the line of msOdmtim amgular momentum, the angular momentum is 
equal to the maximum value multiplied by eos 9. The angular 
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momentum can be represented by a vector drawn in the direction of 
the axis about which it is a maximum, the length of this vector can be 
made to represent the magmtude of the maximum angular momentum, 
and its direction, indicated by an arrowhead, is commonly taken in the 
direction in which a right-handed screw would advance along the axis 
while turning about it in the same direction as the rotating body 
The angular momentum about any other axis is then represented by 
the component of this vector in the direction of that axis The vectoi 
may or may not coincide with the instantaneous axis of rotation of 
the body 

A similar treatment can be given to the angular momentum of a 
moving particle In classical theory, the electron can be regarded 

as moving at every instant in a 
certain plane drawn through the 
nucleus; the vector representing 
its angular momentum about the 
nucleus is commonly drawn per- 
pendicular to this plane and in the 
direction specified in the last para- 
graph (see Fig. 80). The angular 
momentum about any oblique axis 
such as PP', being equal to the 
component in that direction of the 
vector angular momentum, is rep- 
resented by the projection on the 
given oblique axis of the directed line that represents the vector angular 
momentum itself. 

Now, it can be shown that a given wave function ^nzx represents a 
special state of the electron in which its angular momentum about the 
axis of polar coordinates has the definite value 


P' 



Fig 80 — Illustration of the vector 
angular momentum of an electron due 
to its motion about the nucleus 



Thus, in the set of 2Z + 1 quantum states that exists for a given n. 
and I, the angular mometum about the polar axis ranges by integral 


steps from a maximum of I units, each of magmtude in one direc- 
tion through zero to Z units in the opposite direction. Such a varia- 
tion of the angular momentum from one state to another is represented 
if we imagine that the angular momentum of the electron Im a fixed 
value of Z units but is inclined at various fixed angles to the axis. 
This is illustrated in Pig. 81, in which the vector reprMenting the 
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angular momentum is assumed to have a length of 2 units and is shown 
in five alternative positions, corresponding to X = —2, —1, 0, 1, 2. 
Only for X = ± 2 does the vector coincide with the polar axis. A vector 
diagram so constructed serves vividly to illustrate the relation between 
the quantum number I and the various allowed values of X. 

Actually, however, according to wave mechanics, the total angular 
momentum of the electromc motion about the nucleus (more exactly, 
about the center of mass of the atom ), is not equal to lh/%r but has 
the rather curious value \/l(l + 1) h/2T Furthermore, it has no 
fixed vector direction, as it has in classical theory. The vector angular 
momentum can be regarded, to be sure, as mak- 
ing a fixed angle with the axis, for, in wave 
mechanics, the magnitude of its component 
perpendicular to the axis has a fixed value. 

But, if we draw a fixed fine PP' perpendicular 
to the axis of polar coordinates and consider the 
component of the angular momentum in the 
direction of this fixed line, then this component 
has no definite value 

The component of angular momentum in 
the direction of such a line PP' is susceptible of 
measurement, according to the accepted view, 
and the result of such a measurement might 
be the value 0, or it might be a positive multi- 
ple of /i/2x, or a negative multiple. The aver- 
age of many such measurements would almost J'iq 8i — Illustrating 
certainly be close to zero, and closer as tke far mXentum for^“® 2 ' 
number of measurements is increased; this 

fact is expressed by saying that the value of the component of momen- 
tum in this direction has a mean expectation of zero. An analogous 
situation would exist in classical mechanics if the vector representing 
the angular momentum were to revolve at uniform velocity about the 
chosen axis of polar coordinates; then its component in the direction 
of the line PP', drawn perpendicular to this axis, would have an average 
value of zero. Nothing in classical or wave mechanics suggests such 
a revolution of the vector, however; rather, the revolution furnishes 
a means of visualizing the fact that an assignment of the magnitude 
of the angular momentum and of its component along a given axis 
(the axis of polar coordinates) does not completely fix the vector 
angular momentum but, in classical mechanics, leaves it free to assume 
any ammuth about the axis and, in wave mechanics, leaves it inde- 
terminate. Any given quantum state of the electron thus corresponds. 
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not to a single classical motion with, the vector angular momentum 
in a definite direction, but to a sort of average of many motions, each 
associated with a different position of the vector momentum in azimuth 
around the axis. 

Sometimes a little more information is put into t he vector diagram 
by drawing the vector of a length to represent + 1) units of 
magnitude instead of I umts, then the vector necessarily remains 
somewhat inclined to the axis even when X = ± 1, since in this case 
the component along the axis represents only Z units. This is a com- 
plication in the diagram that is of small value, however. The most 
important use of the diagram is to exhibit the relation between the 
quantum numbers Z and X, and this relation is adequately exhibited 
when the vector is drawn of a length to represent Z itself 

A separate diagram is to be drawn for each value of Z The rela- 
tionships involved here are sometimes referred to as space quantization. 

No analogous interpretation can be given for the quantum number 
71 , which is sometimes called the principal quantum number. It 
should be remarked also that in the simplified theory that is here 
described no allowance has been made for electronic ^'spin^' (see Secs. 
117 and 135), 

(c) Degeneracy of the Wave Functions . — ^The axis for the polar 
coordinates can, in general, be drawn in any desired direction. Thus 
the set of quantum states and of associated wave functions is in some 
degree a matter of arbitrary choice. This arbitrariness is one aspect 
of the degeneracy of the wave functions, which deserves more detailed 
discussion. 

When several wave functions are associated with the same value 
of the energy TT, then any linear combination of them is another pos- 
sible wave function for the same energy Thus, let ^x, ^2, 
be solutions of Eq. (185), for W = Wi. Then the linear combination 
where 

+ C2^2 + Oz\l/z • • + (188) 

Cl, C2, C3, • * * Ch being any constants, is also a solution of Eq. (185), 
as may be verified by substitution. Thus is as valid a wave func- 
tion, and represents just as valid a quantum state for the energy W, 
as do ^1, ^2, • * • The possible wave functions for Wi are thus 
infinite in number. It is possible, however, to find a number k 
of them in terms of which all others can be written as linear combina- 
tions. For Eq. (186), as already noted, the number of independent 
wave functions associated with a given value of W, or with a given 
value of n, is n^. The n^ independent wave functicms can be chcwsen 
in many ways, but their number is alwa3rs the same, 
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If the axis of polar coordinates is taken in a different direction, 
the factor Rniif) in the expression for as given in (186) is the same 
as before, but the geometrical significance of the directional factors 
e>‘Mp\ (cos Q) IS different. It can be shown, however, that the new 
directional factor can be written as a linear combination of the direc- 
tional factors relative to the original axis, and, in fact, in terms of 
those factors, 2Z + 1 in number, which are labeled with the same 
value of I, 

The infinite variety of the quantum states for given n and I cor- 
responds to the infinity of different possible orientations of a Bohr 
orbit, and it is closely related to the isotropy of space. 

(d) Probabthty Density and Charge^cloud Density — The probabihty 
density corresponding to one of the wave functions is easily seen 
from Eq (186) to be 

= WlPh (cos d)]^ [Rni{r)]\ (189) 

There is little suggestion here of anything like orbital motion. The 
quantity I^AnzxP dr represents the probability that, if the electron 
were located experimentally at any instant, it would be found in the 
element of volume dr (Sec 111 ). It would not be possible, however, to 
follow the electron in an orbital motion around the nucleus by means 
of a succession of such observations, as the astronomers follow the 
planets around the sim; for one observation with a T-ray microscope of 
sufficient resolving power would suffice, because of the Compton effect, 
to knock the electron entirely out of the atom. 

Often it is convenient to imagine the electronic charge e to be 
distributed in space as a sort of charge cloudy with a density rj of 
magnitude 

V == 

Many effects of the atom on its surroundings are approximately 
the same as if the atom actually contained a distribution of charge 
of density 97 , acting accordmg to the ordinary laws of electrostatics. 
In any case, this furnishes a convenient means of visualizing the 
probability distribution. 

Owing to the absence of the coordinate </> in the right-hand mem- 
ber of Eq. (189), it is evident that, when the electron is in one of 
its quantum states, the probabihty density or charge-cloud density 
is symmetrical about the axis of polars. The variation with 6, on 
the other hand, may be large. Tliis variation is of minor interest, 
however, and for this imson it is more illuminating to consider the 
average radial variaiaon in th® 4®nsity. Let Prdr denote the total 
amount of prcAiability, or % dr the numerical amount of charge, con- 
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tamed between two spheres of radii r and r + dr drawn about the 
nucleus as a center. The volume between the two spheres is propor- 
tional to r* Hence it is easily seen that, if Rni is separately normalized 
so that 

r^Rl^dr = 1 

(Ci\ being then so chosen that 

(cos (9)]2sin eded<j> = 1), 

then 

Pr - 

and 

rjr = ePr = er^Rh 

(e) Further Details Concermng the Wave Functions — As examples, 
the following mathematical details may be given concerning the 
states of lowest energy, written in terms of the constant 


n = 1, 
n = 2, 



do 

_ _ 
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The constant ao is the same number that represented the radius of 
the smallest oibit for hydrogen [cf Eq. (135)] in the Bohr theory. 
Eor Z == 1, these formulas refer to hydrogen; for Z = 2, to ionized 



helium, and so on. In Fig 82 are plotted, for hydrogen, not Rni but 
rRni] and in Fig 83 are shown the corresponding curves for Pr or Tjn 
which IS proportional to r^Rh. The areas under the latter curves 



Fig 83 — The radial probabihty density Pr «= r^R^ni for several quantum states of the 
hydrogen atom (one curve bemg drawn twice for comparison). 

would all be equal if they were plotted to the same scale. The curves 
are labeled in the notation of the spectroscopists, the letters 5, p, 
d, ^ " being used to indicate J = 0, 1, 2, 3, * » • , prececied by a 
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niunber giving the value of n The meaning of these letters should 
be learned. 

Z-01234567- • 

s pdf g hi fc--*. 


The reason for the choice of letters is stated in Sec 131 

Although there is nothing in the wave functions that suggests 
the former Bohr orbits, a certam correspondence between them can 
be traced. The Bohr orbit has one more unit of angular momentum 
than has the corresponding state, viz , k units of h/2Tr where A; — Z + 1 
In the normal or lowest energy state (or ^'ground state”), there is 
no angular momentum, according to wave mechanics, as against 
1 unit in the Bohr theory. States with Z = n — 1 correspond to 
circular orbits, the other states to elliptical orbits of various eccentric- 
ities; the s state, Z == 0, corresponds to the ellipse of maximum 
eccentricity for given n. The various values of X correspond to 
various inclinations of the plane of the orbit to the axis, the plane 
being parallel to the axis for X = 0 and perpendicular to it for X = ± Z 
A further connection with the Bohr orbits is found to be that, m 
states with Z = n — 1, the maximum value of the radial probability 
density Pr or of the charge density rjr occurs at a value of r equal to 
the radius of the corresponding Bohr circle. In these states with 
Z = n — 1, as IS evident from Fig. 83, the density is crowded into a 
single large hump; it is most widely distributed in the s states (Z = 0) 
From the formulas, it is evident that for s states ^ does not vanish 
at the nucleus (r = 0). This fact tends to give peculiar properties 
to s states 

As n increases, the curves for Rnij or for Pr or 7?^, spread out more 
and more, just as did the Bohr orbits; the atom swells, so to speak. 
If Z increases, on the other hand, it is evident from the formulas that 
the atom shrinks in inverse ratio to Z, 

As a final remark, it may be stated that the motion of the nucleus 
introduces exactly the same effect as we found it to do on the Bohr 
theory: the electronic mass m is merely replaced in all formulas by 
the reduced mass (Sec, 94), 


m' 


mM 

m + M 


{M = mass of nucleus). 

116. Emission and Absorption of Radiation. — One of the most 
important properties of atoms and molecules is thdr nubility to emit 
or absorb radiant energy. We cannot take up Iw^ tihe mathematical 
theory of this process; but we may describe the quantities that are 
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<*H,lculated theoretically with the help of wave mechanics, and a 
word or two may be added in regard to the method of procedure. 

The most comprehensive method of treatmg radiation problems 
IS to resolve the electromagnetic field inside a large box into standing- 
wave systems or harmomc modes of oscillation, just as we did in 
Sec 80 foi the purpose of deducing the laws for black-body radiation. 
Each mode of oscillation of the field is then treated as a harmonic 
oscillator, the wave-mechanical theory described in Sec. 114 being 
used for it; and radiation problems are solved by calculating the 
effect of the interaction between these field oscillators and any atoms 
or molecules that may be immersed in the field. 

(a) EtnsteMs A and B Coefficimts. Mean Life. — Problems in the 
emission of radiation center about the determination of constants 
known as the prohahthhes for spontaneous radiative transition or Ein- 
stein^s A coefficients. These quantities can be defined as follows. 
Suppose that an atom is in its quantum state number n and that state 
number j has lower energy. Then, in any short interval of time di, 
there will be a certain probability that the atom will jump from state 
n into state i, the difference in energy between the two states being 
emitted as a photon of radiation. This probability is denoted by 
Anj dt. Or, we can say that out of a large number N of atoms in state 
n, NAnj dt will jump into state j during the interval of time dt. Thus 
An 3 represents the probability per second of a spontaneous jump 
from state n to state j accompanied by the emission of a photon. 

The A coefficients are connected with the mean life of an atom in 
a given quantum state, an idea that is often useful. Suppose that 
No atoms start in state n at time < = 0, and that after a time t all have 
jumped into other states except N of them. Then, during the next 
element dt of time, 

Anjdt 

J 

of them will jump, where denotes a summation over all states of 

3 

lower energy only. Thus, during dt^ N changes by dN where 
dN == ’-Nydt, Y — ^ Anif 

so that, after integrating, 

N = Noe-^; 

here we have chosen the constant of integration so that N ^ No 
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when i = 0. (flf. Fig. 84). Let us calculate the average time spent 
by all No atoms in state n, which is called the mean hfe of an atom 
in that state; denote it by t« Since —dN or Nydt of them jump 
after a time t spent in state number n, the average time spent in that 
state is 


^o/o 


Nytdt, 


or, after inserting the value of N and integrating by parts, 
r„ = + j“ e-y‘dt. 

But te~^^ — >■ 0 as i — > 0 or as i > «> ; and dt = \/y Hence 


Por atomic states involved m the emission of visible or ultraviolet 
j ^ radiation, is very roughly of the 

S. order of 10’”® sec.; in the X-ray 

08 - region, it is much smaller. 

^06- nN. For the absorption of radiation, 

^ 04 - a corresponding coefficient B is 

0 2 - \ defined, as follows. Consider, as 

Q \t=//y ^ before, two quantum states for 

Fig. 84 — Illustrating exponential de- atom, numbers 71 and J, and 

crease by radiative transitions t = rn = let Vnj be the frequency of the 
mean life. light emitted by the atom when it 

jumps spontaneously from n to j. Suppose the atom is bathed 
by radiation with a spectral energy density equal to Uy in the neigh- 
borhood of the frequency Vnj; ie,, there are Uy dv ergs of radiant 
energy per cm.® in the frequency range dv. Then, if the atom is 
in state j, there is, during each element of time dt, a certain prob- 
ability that the atom will absorb a photon of frequency Vni and 
jump up to state n; this probability will be proportional to Uy, so 
we may write for it dt, in terms of a new constant Bn^, If, 
on the other hand, the atom is already in state n, the theory indi- 
cates that its probability of jumping into state j is increased by the 
presence of the radiation from the value Anj dt to (Anf + Bn/Uy) dt 
In this case the term BnjUy dt is said to represent induced emission. 
We can say that the radiation ihduces the same probability of jumping 
either way between the two states, the probability per unit time being 
Br,{Uy, (An analogous conclusion follows from classical theory; radha- 
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tion falling on a vibrating oscillator causes it either to gain or to lose 
energy depending upon the phase relation between the waves and the 
vibration of the oscillator ) The quantity often called '^Einstein's 
B coefficient/' might be called the probahihty coefficient for an induced 
radiative transition. 

Although Anj and Bnj seem to be quite distinct from each other, 
theory indicates that a simple general relationship should exist between 
them, VIZ : 


B 


nj 


C^ 


(191) 


where h is Planck's constant and c the speed of light. Thus, the ratio 
Bn^fAnj is the same for all radiating systems It follows that for 
different atoms or molecules the ability to absorb and the ability to 
emit radiation of any given frequency are proportional to each other. 
This constitutes an extension to gases of Kirchh off's laVr (Sec. 70). 

(6) Einstein^ s Deduction of Planches Law — The coejGScients A and 
B were originally introduced by Einstein m giving a deduction of 
Planck's law for thermal radiation based upon the processes of emis- 
sion and absorption ^ The proof is very simple and is interesting. 

In an isothermal enclosure, let there be Nn molecules in state n 
and Nj molecules in state j, and let TEn, denote the molecular enei- 
gies for these two states. Then, when thermal eqmlibrium obtains, 
according to the Boltzmann formula [Eq. (148a) in Sec. 101], 




C being a constant of proportionahty. The existence of equilibrium 
requires, now, that as many atoms jump in a second from n to j, with 
the emission of a photon, as jump from j to n, accompamed by the 
absorption of a photon. Hence, m terms of the probability coefficients 
just defined. 


whence 


Nni^Anj * 4 " BfigUp) — NjBnjUp] 


Anj 1 

■" KAN./Nn) ~ 1 * 


But, by the preceding equations, 
N 


h 


Hence, using Eq. (191) with replaced by v, we obtain 

_ 8irhv^ ' 1 
“ C» - l' 

^ Eikstbin, Phys Zeits ^ voL 18, p 121 (1917), 
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This is readily shown to represent Planck’s radiation law expressed 
in terms of frequency instead of wave length. For the frequency v 
and wave length X are related to the speed of light c by the equation 
pX = c; hence, as v and X vary, rdX + Xdp = 0. If we omit the 
negative sign, taking dX and dv both to be positive, we may write 

vdK = \dp 

Now the same energy which is represented here by Uydv was lepie- 
sented by d\ in Chap. VI Hence, 

ypxdk == Uydv 

From these two equations we have 



Inserting here the value just obtained for Uy and then v = c/X, 

. _ SttcA 1 

y\ ^ch/XkT _ I 

which agrees with Eq. (118) in Sec. 85. 

(c) Calculation of Transition Probabilities . — ^When theoretical 
values of the transition probabilities are calculated by the method 
indicated at the beginning of this section, they are found to depend 
upon certain quantities called matrix components between the wave 
functions of the two states that are involved in the transition. 

The most important term in the expression that is obtained for 
Ani from wave mechanics, for an atom containing 1 electron, is as 
follows: 

( 192 ) 

Here e — electronic charge, h = Planck’s constant, c = speed of light, 
and Vn, is the frequency of the radiation that is emitted as the electron 
jumps from state n to state x,y,z are the coordinates of the electron 
and 

where are the wave functions for the two states, j/n/ and Zn, 

being given by similar integrals with x replaced by y or z, respectively. 
The symbol denotes the complex conjugate of the value of 
which is in general a complex number. The numbers Xnt, yt^, Zni are 
called rruOrix components of x, y, or z, respectively, between the func- 
tions lAn and They vmy acccotling to the values of the two indict, 
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11 and^, and the possible values of each of them might be written as a 
matrix with n numbering the rows and j the columns. 

It is of interest to compare the expression just written for with 
that for the emission of radiation by a classical oscillator In Eq. 
(34) m Sec 35, for the energy radiated per second by a classical har- 
monic oscillator, consisting of a charge q vibrating in linear harmonic 
motion with amplitude a, we obtained 

y— 3 ^ ergs. 

If we divide this expression by the amount of energy in a photon, hv, 
we have 

Zhc^ 

as the number of photons of energy emitted by the oscillator per 
second. This agrees with the value given m Eq. (192) for which 
is the probability per second of the emission of a photon, provided we 
drop ynj and 2n„ so as to have an expression referring to one-dimen- 
sional motion, and assume that g — e, i' = and 

a = 2rCn?. 

Because of such correspondences with classical theory the term in Anj 
that IS given in (192) is said to refer to dipole radiation by the atom. 
The average rate of emission of dipole radiation by atoms in jumping 
from state n to state j is the same as if the atoms contained classical 
oscillators of the corresponding frequency vibrating with amplitudes 
equal to twice the matrix components of the electronic coordinates 
between the two states 

There are also less important terms in the complete expression 
for Am The dipole term, given in Eq (192), is usually the principal 
term, imless it actually vanishes. If the dipole terms vanish, the 
transition from level n to level j cannot occur by dipole emission of 
radiation. Such transitions are said to be '^forbidden^^ so far as 
dipole emission is concerned. Selection rules” stating which transi- 
tions are forbidden are of great importance in spectroscopy. A small 
probability of transition may exist, however, owing to the other terms 
in An/. The next most important term is called the ^^quadrapole” 
term. * 

117. Relativistic Effects and Electron Spin* — ^The theory described 
so far has been a nonrelativistic one suited to cases of small energy 
only. , Like Newtonian mechamcs, it requires modification to bring 
it into harmony with the principles of relativity. We caimot say much 
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here about the relativistic form of wave mechamcs; but it happens 
that its principal new feature can readily be described in terms of a 
physical picture This feature was, in fact, discovered before the 
advent of wave mechanics* 

In 1925, Uhlenbeck and Goudsmit pointed out^ that certain fea- 
tures in atomic spectra could be explained if it was assumed that 
the electron spins,” or rotates about an axis through its center of 
mass, and that it has both angular momentum and a magnehc moment 
associated with this rotation The angular momentum is constant 
in magnitude, but because of it the electron possesses two internal 
quantum states. These states can be so chosen, with reference to any 
axis, that, when the electron is in one of these quantum states, it has 
internal angular momentum about the axis equal to unit or h/4:T 
in one direction; whereas, when it is in the other state it has an equal 
amount of angular momentum in the opposite direction. When the 
electron is in an atom, its angular momentum of spin is to be added 
to its angular momentum due to orbital motion The interaction of 
the associated magnetic moment with electric or magnetic fields, 
including that of the nucleus, or with the magnetic moments of other 
electrons, modifies the atomic energy levels Examples of such 
effects will be described in the next chapter. 

An astonishing new turn was given to the theory in 1928 by Dirac. 
He showed^ that the most natural way to bring wave-mechanical 
theory into harmony with the theory of relativity is to adopt quite a 
different wave equation and that, when this is done, the new equa- 
tion leads automatically to effects equivalent to those deduced from 
electron spin. It need not be assumed that the electron is spinning 
or turning on its axis. This theory of Dirac^s, although not free from 
objection, is the most satisfactory one that we have today. According 
to it, the electron does behave as if it had an internal angular momen- 
tum of the sort just described and an associated magnetic moment. 
Furthermore, if a wave packet is formed representing an electron, 
there is in it, in general, somethmg like a closed current or eddy of 
probability that can be regarded as analogous to an actual motion 
of spin. 

In the Dirac theory there are four wave functions for an electron 
instead of one. The complete Dirac theory is seldom used, however, 
in spectroscopic calculations. A simplified form usually suffices in 

^ Uhlenbeck and Gotosmit, Naturvnss., vol. 13, p. 693 (1926); Nature, vol. 
117, p 264 (1926). 

2 Dibac, Roy. Soc., Proc., vol. 117, p. 610; vol. 11^ p. 361 (1928). Gf. also 
Darwin, Roy. Soc., Froc , vol. 118, p. 664 (1928). 
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which only two functions are used, one for each direction of the spin 
moment. The spatial probability density is then l^i|* + |^ 2 l^ where 
vJ'i and ^2 stand for the two functions 

For a first approximation, furthermore, it is frequently convenient 
to ignore the effect of spm upon the energy Then, for the hydrogen 
atom, both wave functions have the same form as functions of the 
space coordmates, and it is convenient to take account of spin merely 
by adding two mdre quantum numbers, s and p. The total spin 
quantum number s is analogous to I but has always the valu e 3^; 
the toM magnitude of the spin angular momentum is \/s(s + 1) A/2x 
or h ■\/3/4t. The axial quantum number fi has the value for one 
of the two wave functions and for the other Smce s never 
changes, it need not be indicated; a sufficient notation for one of the 
wave functions is then The total angular momentum about the 

axis of polar coordinates associated with such a function is (X +ix)h/2ir. 

When the effects of the spin magnetic moment are allowed for, 
it is found necessary to modify the wave functions, by making suitable 
linear combinations of the functions This feature is discussed 

further in Sec 133 ; but no actual mathematical details of the theory 
can be given in this book. 



CHAPTER VIII 

ATOMIC STRUCTURE AND OPTICAL SPECTRA 

In the discussion of quantum theory in Chap VI, we considered 
only atoms containing a single electron We shall now attempt to 
explain the properties of the numerous kinds of atoms (and mole- 
cules) that contain 2 or more electrons. 

The Rutherford-Bohr model of the atom was built out of raw 
material which grew in the field of physics. Originally, however, 
the atom was a child of chemistry. The ultimate theory of its struc- 
ture must explain and agree with the facts of chemistry, which are 
just as cogent as are the facts of physics. In part of the present 
chapter, we shall deal with the explanation of the periodic table of 
the elements. In another part, we shall return to the study of spectra 
The two topics are closely related; for wave mechanics furnishes the 
key to the theoretical understanding of both subjects. The mathe- 
matical theory encounters such great difficulties, however, that empiri- 
cal evidence from the facts of spectroscopy has to be invoked in order 
to interpret some of the finer details of atomic structure which are 
important to the chemist. 

Before taking up either of these topics we shall first describe briefly 
the manner in which the theory has been extended to cover systems 
of 2 or more electrons. 


COMPLEX ATOMS 

118. Theory of the Many-electron Atom. — ^A completely correct 
wave-mechanical theory of the many-electron atom can scarcely be 
given, but an approximate theory has been developed that should be 
adequate to cover all known experimental facts if only the mathemati- 
cal conclusions to be derived from it could all be worked out. Even 
this approximate theory is so elaborate that only a few details con- 
cerning it can be given in this book. 

The approximate theory indicates the existence of stationary states 
or quantum states, for the atom as a whole, in close analogy to those 
described in Sec. 116 for a single electron To a large extent 
the experimental facts can be described in terms of these quantum 
states without naentioning the mathematical theory at aU. The 
states are commonly labeled with appropriate quantum numbers; and 
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it happens that they are characterized by certain features as regards 
angular momentum that serve greatly to assist the memory. As a 
matter of fact, considerable progress was made toward understanding 
complex spectra in terms of atomic quantum states and their char- 
acterization in terms of angular momenta, even before the advent of 
wave mechanics. The discussion will be phrased consistently m terms 
of these atomic quantum states. From time to time a few remarks 
WT.11 be added concerning the mathematics of the wave-mechanical 
theory, but a reading of such remarks will not be necessary for an 
understanding of the remainder of the text 

A description of the atomic quantum states is most easily developed 
by imagining first that the electrons m the atom do not ^interact at all 
with each other. On this assumption, each electron moves m the field 
of the nucleus as if the other electrons were absent, and, if the effect 
of spin upon the energy is also ignored, each electron may be assumed 
to occupy one of the set of possible quantum states that were described 
m Secs 115 and 117 These states were labeled -with four quantum 
numbers nl\fx. Three of these, Z, X, and m, possess physical significance 
in terms of angular momentum, }i representing momentum due to 
spin; but the energy of an electron depends only on the number n. 
There is also a fifth quantum number s, but this is always equal to 
M and hence can be ignored. 

Now in reality this picture is unwarranted because the electrostatic 
repulsion between the electrons can never be neglected. Since, how’'- 
ever, according to classical theory the electrons would be moving 
about, or, according to wave mechanics, they do not occupy definite 
positions but have only a certain probability of being found here or 
there, it w&ould be expected that the collection of electrons as a whole 
would be more or less equivalent in their electrical effects to a con- 
tinuously distributed cloud of negative electric charge surrounding the 
nucleus. Each electron will then be subject to the electrical action 
of that part of this cloud charge which arises from the remainmg 
electrons. 

We are thus led to imagine, as a first step toward an exact theory, 
that each electron moves, not in the electric field due to the nucleus 
alone, but in a modified field which includes a part due to the charge 
cloud representing all the other electrons, and that, aside from thdr 
participation in the production of this field, the electrons exert no 
further effects on each oth^. The resultant electric field in which 
each electron moyes may he assumed to possess spherical symmetry 
about the nucleus. ]Sfovr classical theory leads to the conclusion that 
an elecirc^ moving m a;ch a field win have a &:md angular momentum 
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about the nucleus. We are thus led to expect that the quantum states 
for the electrons in the modified field will be characterized by the 
same properties in terms of angular momentum as are the quantum 
states in the nuclear field alone, so that they may be labeled with the 
same set of quantum numbers n I \ jjl The same conclusion follows 
from the detailed wave-mechanical theory [Sec. 120(6)] 

The energy associated with each electronic quantum state depends 
again chiefly upon the quantum number n, increasing (algebraically) 
as n increases; it is not, however, the same function of n as in the 
1-electron atom, since the potential-energy term that occurs m Schrod- 
inger’s equation [Eq (182)] is now decreased because the field of the 
nucleus is partly screened off by the negative charge cloud, so that 
the potential-energy term V in Schrodinger^s equation is diminished 
Furthermore, the energy in the modified field is found to depend 
slightly upon Z, increasing as I is increased. The energy of an elec- 
tronic quantum state is independent of I only in the special case of a 
Coulomb field such as that due to a point charge. 

The possible values of the spin quantum number /i, as before, arc 
3^ and — while n, Z, and X may be any integers (or zero) such that 

n > Z ^ [Xl. 

Sometimes mi is written for X, and for /x. Furthermore, in 
place of Z, the notation developed by the spectroscopists, as described 
in Sec. 115(e), is often more convenient; in this notation Z values of 
0, 1, 2, 3, 4, 5, 6, 7, etc , are denoted by the letters p, d, /, /i, 

k, etc The number of electrons that have the same n and Z in an 
atom is often indicated by a superscript. For example, 

denotes 3 electrons of which 2 are in quantum states with n — 2, 
Z — 0, while the third is in a state with n = 3, Z = 2 The states of 
lowest energy for an electron are the Is states (n = 1, Z == 0, X = 0, 
M = ±M)j ^®xt lowest are the 2s states (n = 2, Z — 0, X = 0, 
/X = ±)4)} with slightly lower energy than the six 2p states (n = 2, 
Z = 1, X = —1, 0 or 1, ju = ±}i); and so on 

When two or more electrons coexist in the same atom, however, it 
is also necessary to take account of an important principle known as 
the exclusion principle. In the first place, no two electrons in an atom 
can be in the same quantum state, corresponding to the same set of the 
quantum numbers n l \ y This part of the principle was postulated 
by Pauli before the advent of wave mechanics (in 1926). In the 
second place, it makes no difference which ehdi*on is in which quantum 
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statej just one atomic state corresponds to an assignment of a set of 
quantum states, all different, sufficient m number to contain all of the 
electrons in an atom. The interpretation of the exclusion principle 
in terms of wave mechanics will be discussed later [Sec. 120 (6)]. All 
deductions from it have been found to be confirmed by experiment. 

Finally, it should be remarked that, as in the hydrogen atom, the 
set of electronic quantum states is not unique, since the axis that is 
used in defining them can be drawn in any direction through the 
nucleus This freedom as to the direction of the axis is lost only when 
the atom is subjected to an external field of force. 

In dealing with many-electron atoms it is sufficiently accurate to 
suppose that the nucleus remains at rest. 

119. Shells and Subshells. — On the basis of the principles just 
stated, let us consider how the electrons should normally be distrib- 
uted among their quantum states in a neutral atom Let Z electrons 
be added in succession to a nucleus carrying Z units of positive charge, 
in such manner as to form a neutral atom in its normal state. Since 
this is the atomic state of lowest energy, each electron will be assumed 
to go into the lowest electronic state that is available. 

The first two electrons will go into Is quantum states with n = 1, 
i = 0, X = 0, /X = K or “M. No other states with n = 1 exist; 
hence the next 2 electrons will go into 25 states (ti = 2, Z = 0, X = 0, 
M = ±M)j with considerably higher energy; and the next six will go 
into 2p states, with slightly higher energy (Z = l,X = l,0orl and 
in each case m = No other states with n = 2 exist Hence 

the next 2 electrons must go into 3s states (provided Z is large enough), 
with much higher energy, and so on. 

Thus, so far as energy is concerned, the electrons will form distinct 
groups differing in the value of the quantum number n Electrons 
having the same n are said to belong to the same shell. Each shell is 
then regarded as divided into subshells according to the values of 1. 
Any subshell may contain up to 

2(21 + 1 ) 

electrons, but no more For X can range from X = Z down through 
zero to X = — Z, making 2Z + 1 different values for X; and, in each 
case, M may be either M or — whence the factor 2 The numbers 
of electrons in the various types of closed subshells are, therefore, as 
follows: 

s p d f g 
2 6 10 14 18 

The maxitomm possible number of electrons in a whole shdlj on the 
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other hand, is 

For, since 0 ^ Z < n, it is 

n— 1 n— 1 n— 1 

y 2(21 +1) = 42^ + 2 ^1. 

zio 1^0 1^0 

n—X 

Here m the series Y Z = 0 + l+ 2+ • • • (n — 1), there aie n 

w 

Z = 0 

terms, and their average value is [0 + (n — l)]/2 = (n — l)/2; 

n ~ 1 

hence, the sum of this series is n(n — l)/2. Furthermore, ^ 1 = n 

itii 

The shells are often referred to by the capital letters which became 
attached to them in the early days of X-ray study (Sec 178) These 
designations are shown below, also, in part, in Table I, in which the 
numbers and notation for the first three shells are summarized : 

1234567 
X-ray designation* K L M N 0 P Q 


Table I — Electron Shells and Subshells 


SheU. . 

K 

L 


M 


n 

1 


1 


3 


Subshell, 1 

0 

0 

1 

0 

1 

2 

Letter designation . 

s 

s 

V 

s 

V 

d 

Number of electrons in subshell or shell ] 

2 

2 

6 

2 

6 

10 

1 

2 

8 


18 



A more complete list is contained in Table II in Sec. 128. 

The spatial volume occupied by the successive electromc shells 
may be supposed to increase with increasing n. For, in the semi- 
classical theory, the diameters of the electronic orbits increase rapidly 
as n mcreases, and in wave mechamcs the probability distribution for 
the electrons becomes correspondingly more widely extended. This 
is illustrated for the hydrogen atom in Secs. 94 and 115. A shell 
that contains as many electrons as can be put into it, m,, 2n^ electrons, 
is said to be completed, or full, or closed. In a neutral atom it can 
only happen exceptionally that the outermost shell is complete, since 
the total number of electrons in the atom must equal the atomic 
number. 

The ideas thus described suffice for the explanation of the periodic 
table of the elements Later it will be found neewsary to aqcouut 
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more accurately of the interaction between the various electrons and 
of the interaction between their spins and their orbital motions. It 
will then be necessary to modify considerably our conception of the 
electronic quantum states. In the ultimate analysis, in fact, it 
becomes impossible to imagine that each electron occupies a quantum 
state of its own; only the atom as a whole has distinct quantum states. 
But these changes m the picture wiU not affect materially the explana- 
tion that is presently to be given of the periodic table. 

Before proceeding to a discussion of the periodic table, a brief 
description will be mterposed of the mathematical procedure that is 
used in developing a wave-mechanical theory of atoms containing more 
than 1 electron, for the benefit of those students who may wish to 
form some idea of this procedure, but without going into actual 
mathematical details 

120. Wave Mechanics of Many-electron Atoms, (a) Fundamm- 
teds — In Secs. 110 to 115 and 117 we have described the wave-me- 
chanical theory of a single electron in a field of force. When more than 
1 electron is present in an atom, there is still a single 'probability 
amphtvde ^ and a single wa/ve equation (at least in the most compact 
formulation of the approximately correct theory) ; but both ^ and the 
wave equation now contain the coordinates and symbols denoting 
the spins of all the electrons Since our purpose is not to develop 
the mathematical theory m detail, we shall not actually write out the 
wave equation but shall only describe some of its terms. 

Only the stationary or quantum states of the atom will be discussed. 
For any one of these states we can write 

wt 

in which W is the energy of the atom, t, the time, h, Planck^s constant, 
and a function which does not contain t {cf. Sec. H3). 

The function ^ will be a solution, satisfying certain boundary 
conditions, of a wave equation not containing the tune which is a 
generalization of Eq (185) as written for 1 electron. This equation 
contains a term of the form 7^, but the potential-energy function 7 
now includes not only the potential energy of all the electrons due to 
the field of the nucleus but also their mutual potential energy due to 
the repulsion of each one by all of the others. With this preliminary 
remark, the principal groups of terms in the wave equation (or ampli- 
tude equation) for ^ may be listed as follows: 

(1) terms eontaonng second denvatives, like those in the equation 
for 1 electron; - 
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(2) terms due to the nuclear field, which can be written as the sum 

T 

where e == electronic charge, Z = atomic number, 1/rr = distance 
of the rth electron from the nucleus, and the sum extends over all 
electrons in the atom; 

(3) terms representing the electrostatic interaction of the electrons, 
which can be written 



P<r 


where v is the distance between electrons number p and r expressed 
in terms of their coordinates, so that e^/vpr is the mutual potential 
energy of this pair, and the sum extends over all pairs that can be 
formed out of the whole group of electrons; 

(4) spin-orbit terms representing an interaction between the spin 
magnetic moment of each electron and its own orbital motion. 

In addition, there are a few terms of minor importance representing 
mixed spin effects and certain other relativistic effects, but with these 
we need not concern ourselves. 

In the terms of type (3), the coordinates of different electrons occur 
combined together in such fashion as to make the solution of the wave 
equation very difficult. For this reason, little progress has been made 
except by means of a method of approximation known as perturbation 
theory. In using this method, the interaction of the electrons with 
each other is at first omitted entirely; i.e., each electron is assumed 
to move in the field of the nucleus alone, just as if the other electrons 
were not there Or, still better, the field of the nucleus is replaced 
by a modified central Jield in which an allowance is made for the 
average effect of the electrons on one another. 

The introduction of the modified field is justified in wave mechanics 
as follows. In the case of 1 electron, as explamed in Sec. Ill, dr 
is interpreted as the probability of finding the electron, and also 
its total electrical charge, in the element of volume dr, ^ being given 
the value that it has at some point in dr. This rule can be visualized 
by imagining the electronic charge e distributed continuously in space 
with a density e\}f/\^; the fraction of the charge thus assigned to dr 
is the same as the probability of finding the electron in cir. In a 
similar way, the charges on all the electrons in a many-electron atom 
may be imagined spread out in a continuous charge clmtd^^ whose 
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density is determined in a certain manner by The conception is an 
artificial one, but it is useful. 

The modified central field is now formed by superposing the field 
of potential due to the electromc charge cloud upon the Coulomb 
field due to the nucleus The result is a field the potential of which 
becomes indistinguishable from the nuclear potential Ze/r (e = numer- 
ical electronic charge, Z = atomic number) near the nucleus but falls 
off more rapidly at greater distances The electromc charge cloud 
may be thought of as screening off” part of the nuclear field. Out- 
side of the atom, the potential in the central field drops rapidly to 
zero if the atom is electrically neutral, otherwise it passes into the 
Coulomb field of a charge equal to the net charge on the atom. 



Fig 85 — The Hartree field and charge-cloud density for argon The potential 
energy of an additional electron inside the argon atom would be —eZp/r (e = numerical 
electronic charge^ r «= distance fiom the nucleus); the amount of electromc charge 
between r and r + dr in terms of e as a unit is ijr dr Kj L, M indicate the approximate 
locations of the JST, Z, and M shells 


Strictly speaking, however, the central field formed exactly as described 
is suitable only for treating the deflection of an external electron by 
the atom, as in calculating the scattering of cathode rays. In dealing 
with the motion of one of the electrons in the atom, only the potential 
due to the charge cloud of the others, or the fraction (N — 1)/^^ of the 
potential due to all iV electrons in the atom, should be superposed upon 
the nuclear field. Several good mathematical methods have been 
invented for obtaining appropriate central fields without a prior 
knowledge of 

In Fig. 85 is shown such a central field for the atom of argon, and 
also the charge-cloud density, as obtained using the Hartree con- 

1 Cf Oowoisr, B. U., and G. H. Shobtley, ^‘Theory of Atomic Spectra, 1935. 
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sistent-field method with allowance for the effects of exchange ^ The 
curve labeled shows, in a certain mantiei, the potential energy V 
that an electron would have due to this field at various distances t 
from the nucleus. Here the reference is to an extraneous electron not 
belonging to the argon atom. The potential eneigy itself is not 
plotted, however, because it varies so rapidly with r, but, rather, the 
number of units of charge Zp on an equivalent nucleus ^ i e , the ordinate 
of the curve at any given value of r shows the atomic number of a 
nucleus which, at that particular distance, would give to an electron 
a potential energy equal to ?7, so that U — —eZp/r, Thus, Zp varies 
from Zp = Z = 18 at r = 0 to Zp == 0 at the periphery of the atom. 
The other curve in Fig 86 is a plot of ? 7 r, Vr dr being the amount of 
electronic charge between distances r and r + dr from the nucleus, 
in terms of e as a unit of charge. The maxima in ijr correspond to 
the various electronic shells, as is indicated in the figure 

(6) The Zero-order Approximahon: Spin Energy Omitted — 
Having selected a suitable central field, the next step is to ascertain 
the wave functions coriesponding to the various possible quantum 
states for a single electron in this field. For this purpose, it is often 
convenient at first to omit the spin terms from the wave equation 
When this is done, the 1-electron wave functions can be so chosen that 
each one contains the same sort of angle function as occurs in the wave 
functions for the 1-electron atom as written above (Sec 115). The 
radial factor in the wave function, or the function of the distance r from 
the nucleus, is different here, however, and can be found only by a 
process of numerical integration Furthermore, although the spin 
terms have been omitted from the wave equation, spin must still be 
taken into account in drawing up the list of 1-electron quantum states 
Each quantum state or wave function for 1 electron is found to be 
characterized by four quantum numbers, n Z X fc, as already indicated 
in Sec. 118. The radial factor Rni{r) in the 1-electron wave functions 
varies both with n and with 1; the energy varies chiefly with n but 
to some extent also with L Thus, part of the degeneracy found with 
a field of Coulomb type was of the nature of a mathematical accident 
and does not occur with more general types of field. 

The first step in obtaining a wave function ^ corresponding to a 
certain quantum state for the atom as a whole is then to assign a 
1-electron wave function for each electron. All of these electronic 
wave functions must be different, in accord with the exclusion prin- 
ciple As stated above, this principle 6an be derived from a certain 
sort of symmetry that the wave function for the entire atom must 
1 Hakteeb and Hahtbee, Roy Sac., vol 166, p, 450 (19S8). 
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possess,^ blit no reason can be given (as yet) for requiring this type 
of symmetry in xj/j except the fact that, if it is required, the results 
of the theory are thereby brought into agreement with experiment. 
The restriction thus imposed upon the admissible solutions of the 
wave equation plays an important role in atomic theory 

A first or zero-order’' approximation to a wave function ^ for 
the atom as a whole is then constructed out of these 1-electron func- 
tions in a manner that need not be described here. This atomic 
function, or the corresponding atomic quantum state, can be regarded 
as characterized by the sets of quantum numbers specifying the chosen 
1-electron wave functions, eg, for N electrons, by the following N 
set of numbers, all sets differing in at least one number: 

^1 h Ml, ^2 h ^2 Ik Miv. (A) 

Even in this first stage of perturbation theory, however, it makes 
no sense to ask which electron is represented by w^hich of the 1-electron 
wave functions Here is another point of contrast with classical 
ideas. The atomic wave function is constructed out of the 1-electron 
functions m such a way that the coordinates of each electron occur 
once m each of the N 1-electron functions (just as in the function, 
sin ax sin hy —sin ay sin hx, x and y both occur once in each of the 
two sine functions characterized by a and h). Thus, according to wave 
mechanics, the electrons do not seem to possess the same degree of 
individuality that we attach, say, to separate grains of sand. Some- 
times the electrons are imagined to take turns moving in orbits 
corresponding to the various 1-electron functions, such an assumption 
is harmless, but there is nothing in the theory actually to suggest such a 
periodic exchange of positions. 

For the same reason, the total charge-cloud density at a given 
point is not just the sum of the charge densities corresponding to the 
separate electronic functions, as classical analogies would lead us to 
expect Its mtegrated value, however, must come out equal to the 
total charge on all the electrons; and, for some purposes, the finer 
details concerning the charge cloud can be ignored. As a first approxi- 
mation, therefore, we may, if we wish, imagine the charge on each 
electron to be distributed in space in the characteristic manner indi- 
cated by its 1-electron wave function. 

When an approximate wave function has been constructed for the 

1 The atotaic wave function must be antisymmetric in the electrons, %e , 4^ 
must be such a function that it reverses its sign, without other change, when the 
coordinates and spins of any 2 electrons are interchanged in it. For ejcample, 
sin (»i -- Pi) 14 antS^ymmctnc in h and Pi, but sin pi oos Xi or sin {xh -f- are not. 
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atom in this manner, the energy of the atom can be calculated, by a 
method that will not be described. This energy is not just the sum 
of the energies of the electrons in the central field, because, when these 
energies are added up, part of the total represents mutual energy 
arising from the mutual repulsion of the electrons and is counted 
twice in making the addition. The simplest physical significance 
that can be attached to the energy of an individual electronic quantum 
state is that it represents, except for a change of sign, approximately 
the work that must be done in removing an electron out of that quan- 
tum state in the neutral atom and carrying it off to infinity into a state 
of rest, thereby ionizing the atom. 

(c) Spatial Degeneracy of the Wave Functions , — Since the axis that 
is used in defining the electronic quantum states can be drawn in any 
direction, the set of atomic wave functions that is obtained in the 
manner just described is not unique. The functions defined in terms 
of different axes are not, however, independent of each other. Any 
function that is obtained with the use of one axis can be expressed 
as a linear combination of certain ones of the wave functions obtained 
with use of any other axis, thus, 

\j/' = + * ‘ Ojh'i'kj (193) 

where ai,a 2 , * aje are certain constants depending on the relative 
orientations of the two axes and ^i, ^ 2 , • • • are wave functions 
referred to the second axis. The latter wave functions are all con- 
structed out of electronic functions having the same set of the 
numbers ui Zi, Z 2 , * * * In that occur in the electronic functions 
out of which is constructed; only the numbers Xi in, X 2 yzj ‘ 

Xjv iiN are allowed to vary. 

Furthermore, it is also possible to make linear combinations among 
the electronic wave functions having the same n I and hence the same 
electronic energies. In this way a new set of electronic wave 
functions is obtained, which can be regarded as representing a new 
set of electronic quantum states. This procedure will be employed 
in Sec. 133 in order to deal with the spin-orbit effect 

Further discussion of the perturbation theory will be postponed to 
Sec 137. At this point we shall return to the discussion of the periodic 
table 

THE PERIODIC TABLE OF THE ELEMENTS 

121, Atomic Numbers of the Elements* — Mention was made, m 
discussing the Rutherford atom model, of the concept of atonodc num- 
ber. This concept was firmly established by the work of Moseley on 
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X-rays, to be described later. As a result of Moseley’s work, the total 
number of elements up to and including uranium was fixed at 92, and 
the atomic number of each element was unambiguously assigned. The 
periodic table of the elements, drawn up by the chemists on the basis of 
chemical facts primarily, was thus established with the assurance that 
no unknown gaps were left in it. The atomic numbers of the various 
chemical elements are shown in Appendixes I and II, the latter giving 
the periodic table in its standard form as used by the chemists. 

The atomic number of an atom appears, in Rutherford’s theory 
of the scattering of a particles and in Moseley’s work, as the numerical 
ratio of the charge on the nucleus to the charge on the electron. This 
ratio is also numerically equal to the number of electrons surrounding 
the nucleus when the atom is in its normal, neutral condition. When, 
as a result of the action of some physical agency, an atom becomes 
%onized with the loss of 1 or more electrons, the number of electrons 
in it is less than its atomic number. The chemical properties of an 
element, however, are understood to refer to the neutral atom. Hence 
the chemical properties of an element can be regarded as dependmg 
either upon its atomic number or upon the number of electrons in it when 
it is electrically neutral. 

The problem of the periodic table is to be solved, therefore, by 
determining somehow the arrangement of the electrons in the atoms 
of the various chemical elements and the physical and chemical 
properties that follow from this arrangement. 

122, Some Features of the Periodic Table. — A. bird’s-eye view of 
the chief features to be explained is best gained from an arrangement 
of the periodic table given by Bohr, which is reproduced in Fig 86. 
The most striking feature is undoubtedly the repeated recurrence 
of a noble or inert gas, forming a series of turning points in the pro- 
gression of the elements. These gases are the elements helium 
(Z = 2), neon (10), argon (18), krypton (36), xenon (54), and radon or 
radium emanation (86). It was pointed out by Rydberg that the 
values of the atomic number Z for the inert gases can be expressed 
by simple numerical series: 

Z = 2(P + 2^ + 22 4- 3" + 32 + 42 + • • • ); 

i.e., 2 X 1^ = 2 (helium), 2(1^ + 22) = 10 (neon); and so on up to 86. 
Such a fact must obviously find its explanation somehow in the arrange- 
ment of the electrons in the atom. The numerical series suggests 
that the electrons in these inert gases may be arranged in ^Tayers” of 
some sort; the third inert gas, argon, for instance, would consist of 
three layers, the first containing 2 X P electrons, the second, 2 X 2^, 
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and the third, 2X2^ The factor 2 suggests symmetry of some kind, 
or some general reason for the occurrence of electrons in closely 
associated pairs. 

The ^^inerf gases, as the name indicates, show comparatively 
little tendency for their atoms to associate themselves with other atoms 


Period Period 

VI vn 



Fra S6. — Bohr's periodic table of the elements. Completed subshells contain 
two six p, ten d, or fourteen / electrons Irregularities in the progression occur at 
Cr, Cb, Mo, Ma, Ru, Eh (see Appendix III) 

m chemical combmation. The elements standing in the table on 
either side of an inert gas, on the other hand, are strongly active 
chemically, and have contrasting properties. Those closely following 
an inert gas, like lithium, beryllium, potassium, calcium, and so on, are 
metallic and strongly electropositive; they readily form positioe electro- 
lytic ions. Furthermore, their maximum valence in chemical com- 
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pounds IS eciual to the number of steps by which they he beyond the 
inert gas {e g , I for sodium, 2 for magnesium, 3 for aluminum; sodium 
forms um valent ions m solution, magnesium, bivalent, aluminum, 
tnvalent) The elements closely preceding an inert gas, on the con- 
trary, are electrically nonconducting, perhaps even gaseous, and 
strongly electronegative; they tend to form negative electrolytic ions, 
alone or m combination with other atoms, and they tend to exhibit 
chemical valence equal to the number of steps by which they precede 
the mert gas in the table. An element of either of these two kinds 
scarcely combines at all with another element of the same kind; but an 
element closely preceding an inert gas in the table combines readily 
with any other element closely follovnng an inert gas 

These facts invite the conclusion that there is something very 
peculiar about the arrangement of the electrons in an atom of an mert 
gas If we make the reasonable assumption that the chemical 
activity of an atom is conditioned somehow upon the magnitude of its 
external electric (or perhaps magnetic) field, we may conclude that the 
atoms of the inert gases must be surroimded by very weak fields If 
so, there should be little tendency for the atoms of these gases to 
combine mto molecules or to condense into liquid or solid form; and 
it is a fact that the inert gases are composed of monatomic molecules 
and also have very low boiling and freezing points. 

The properties of the elements adjacent to the mert gases are then 
accounted for if we suppose, further, that the arrangement of the outer 
electrons in an atom of an mert gas is an especially stable one, ^ e , an 
arrangement of especially low energy. An atom of an element follow- 
ing an mert gas m the table will then contain 1 or 2 extra electrons 
outside of an inert-gas core {e.g , sodium has 1 and magnesium 2 
electrons outside of a neon core) ; and these extra electrons may well 
be comparatively easy to detach The tendency of such atoms to 
form positive ions would thus be explained Furthermore, m the 
solid state these extra ^^valence’^ electrons may easily come loose 
under the attraction of neighboring atoms, functioning, therefore, as 
free electrons, so that the elements in question ought to be good 
conductors of electricity, which they are. 

An element such as chlorine, on the other hand, could arrange its 
electrons as they are arranged in argon if it had 1 more electron. Such 
elements, closely preceding an inert gas in the periodic table, might, 
therefore, be expected to exhibit a tendency to pick up an extra 
electron, thereby forming a negative ion. Some of these elements do, 
in fact, form negative ions that are more stable, i e., have lower 
energy, than the neutral atom; this is true of the halogens and of 
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oxygen, and sulfur. In the solid state, such atoms would piobably 
contain no electrons with a tendency to become freej thus, the absence 
of electrical conductivity in these elements would be accounted for 

These ideas furnish a ready explanation for the formation of a 
compound such as sodium chloride In combining, the sodium atom 
loses 1 electron, its remaining 10 electrons then forming the stable 
configuration that is characteristic of neon (but, doubtless, somewhat 
more compressed because the nuclear charge of sodium is higher by 
1 unit than that of neon) The chlorine atom adds the electron lost 
by the sodium to its own 17, making 18 electrons arranged m the stable 
argon configuration (but slightly expanded because of the weaker 
nuclear charge of chlorine). The electrostatic attraction of the 2 ions 
thus formed then binds them tightly together into a molecule. When 
the molecule of sodium chloride thus formed is put into water, the 
attraction of the ions is weakened and the molecules fall apart into 
the constituent ions, each with its outer group of electrons in the 
arrangement characteristic of an inert gas In a crystal of sodium 
chloride, also, the groupmg into molecules disappears; a crystal of this 
type is composed of ions but not of molecules. Thus many chemical 
and physical facts can be correlated if we make the assumption 
that the arrangement of the electrons occurring in an inert gas is a 
peculiarly stable one of low energy. 

One of the prmcipal problems of an explanatory theory of the 
atom is thus to account for the high stability of certain configurations 
of the electrons. Then an explanation must be found for the occur- 
rence of the long sequences of elements that are observed to be inserted 
between the groups of highly active elements surrounding the inert 
gases. These intermediate elements do not differ strikingly from 
each other in chemical properties. Many of the '^rare earths^' are 
even difficult to separate chemically. The theory should be such 
that it leads automatically to all of these relations between chemical 
properties and atomic number on the basis of as few assumptions as 
possible 

123. The Static Atom. — ^As was remarked in Sec. 102, while Bohr 
was endeavoring to develop a theory of atoms on the basis of the older 
quantum theory, G. N. Lewis and Langmuir suggested a stake theory 
of the atom which had some success m correlating chemical and physical 
facts. It was natural that the physicist should picture an atom as full 
of moving mechanisms, for his information has been acquired from 
watching atoms in action or, at least, from watching the results of their 
activity, such as the emission of radiation, or the scattering of a 
particles. The chemist, on the other hand, is more concerned with 
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the atom at rest He weighs it in findmg what combmations it makes 
Avith other atoms, he observes it in crystals apparently at rest except 
for possible thermal agitation, he thinks of it as occupying a definite 
position as one of the constituent atoms of various complex molecules, 
being held m place by certain interatomic forces, perhaps of electro- 
static origin It was difficult to see how a thing so full of whirling 
mechanisms as the physicist pictured the atom to be could keep as 
quiet as the chemist found it when he looked at it. 

Now there is in the periodic table a remarkable tendency, not yet 
mentioned, for chemical properties to recur in groups of eight. Each 
inert gas except helium, in fact, forms the terminus of such an octet of 
elements. The first two octets, lithium to neon and sodium to argon 
(c/ Fig 86), follow each other immediately; the other three are 
separated by intermediate sequences of elements. It is reasonable to 
suppose that each of these groups of eight represents the building 
up of a particularly stable octet or group of 8 electrons m the outer- 
most shell of the atom. Since we know of no reason why the 8 elec- 
trons should not be symmetrically disposed about the nucleus, it was 
assumed by Lewis and by Langmuir that they were located at the 
corners of a cube 

The static theory of the atom never got beyond the qualitative 
stage, however, and it was soon abandoned. 

124. Wave Mechanics and the Periodic Table: the First Two 
Periods. — The key to the periodic table was finally furnished by wave 
mechanics, with the help of two new prmciples that we have seen to 
be associated with it; the Pauli exclusion principle and the prmciple 
of electron spin. These two additions to the theory were not made 
until 1925. They have been given due weight in the theoretical discus- 
sion in preceding sections. It will now be shown, taking the elements 
in the order of their atomic numbers, that the ideas and assumptions 
developed in Secs. 118 to 120 enable us to imderstand the sequence 
of the elements The neutral atom wiU always be assumed to be 
under discussion unless the contrary is stated. 

(a) Z = 1. Hydrogen , — single electron in an atom will exist 
normally in a Is electromc quantum state, with n = 1,Z = 0, X = 0, 
jti = ±3^; for the energy associated with this state is less than that 
for any state having n > 1. Degeneracy exists because of the two 
possible values of p. This doubling of the 1-electron quantum states 
due to spin was not considered in our previous treatment of hydrogen 
(Sec. 115). It is of importance, however, when a magnetic field is 
present (Actually, the state of the electron will be one characterized 
by other quantum numbers than X and /i, as explained in SeO. 133, 
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but the numbei of states and their appioximate relations as to energy 
are the same as are obtained with use of the more convement numbers X 
and n ) 

(6) Z = 2 Helivm — It 2 elections are combined with a nucleus 
for which Z = 2, they can both go into Is states, with quantum 
numbers 

100}i, 10 0 -H- 

It can be shown from wave mechanics that the electronic charge 
cloud in helium is spherically symmetrical about the nucleus It fol- 
lows easily, by Gauss’ theorem, that there should be no electric field 
at all outside the atom Atoms of helium ought, therefore, to exhibit 
comparatively little tendency to associate themselves into a liquid or 
solid phase, in agreement with observation. The chcmtcal inertness 
of helium, on the other hand, lesults from other causes (see Sec. 125). 

In helium the K shell is complete. The electronic formula of 
helium is Is^ All heavier atoms will be expected to contain, next to 
the nucleus, a complete K shell of this sort Any additional electrons 
must then go into outer shells; for there are no other electromc states 
with n = 1 

(c) Z = 3. Lithium — The third electron in lithium, outside of 
the heliumlike core, must occupy a state with n = 2 An approxi- 
mate calculation shows that the electromc energy associated with a 
2s wave function is somewhat less than that associated with a 2p 
function for an electron in the atomic central field; hence, we should 
expect the third electron to be m a 2s state when the atom as a whole 
is in its normal state Spectroscopic evidence confirming this con- 
clusion Avill be described later. The electronic constitution of normal 
lithium should be, therefore, 

ls^2s, 

Is^ denoting 2 electrons in Is states. (Since s means I = 0-, we have 
X = 0, but fi — ±H) so agam there is a twofold degeneracy, or a 
“statistical weight” of 2, in the normal state of lithium.) 

The energy for a 2s wave function is found upon calculation to lie 
much higher than that for a Is function. If the field were a Coulomb 
field, as for a 1-electron atom, we could use Eq (187) in Sec. 115, which 
shows that in such a field the 2s state (n = 2) lies only a quarter as far 
below the ionization level as does the Is state (» = 1). Hence, the 2s 
electron should be comparatively easy to rraaove, certainly much 
easier than either electron m helium. lithium ought, therefore, to 
form positive ions easily, and it ought to conduct electricity when in 
the solid state, the 2s dectrons of fhe atoms easily craning loose and 
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functioning as ^^free” electrons Both conclusions are in agieement 
with fact Since the ion formed by removal of the 26‘ electron is 
univalent, lithium might be expected to combine chemically with a 
valence of 1 Such is the fact, as shown by such compounds as Li20, 
LiOH, LiCL 

To remove also" a Is electron should require much more energy 
than to remove the 2s or 'Valence” electron In harmony with this 
conclusion, the first ionization potential of lithium is observed to be 
only 5 38 volts, as against 75.5 volts for the second Furthermore, smce 
there is little symmetry to be expected from a single electron in the sec- 
ond shell, the lithium atoms should be surrounded by stray electric fields 
and should readily group themselves into a condensed phase The 
melting point of lithium is 186°C. 

The arc spectrum from lithium is predominantly that to be expected 
from a single electron, as described below (Secs 131, 132 and 134) 
Evidently the enussion of radiation is chiefly due to the outer or 
valence electron The so-called spark spectrum, on the other hand, 
which is ascribed to emission by smgly lomzed atoms of lithium, con- 
tains singlets and triplets of Imes like the arc spectrum of neutral 
helium This is what we should expect on the basis of the theory, for 
a smgly ionized lithium atom contams the same number of electrons 
as neutral helium. The frequencies of corresponding lines are much 
higher than in helium, however, because the stronger nuclear charge 
causes all energy levels to lie much lower. 

(d) Z = 4. Beryllium — Two electrons outside of the K shell can 
both be in 2s states but with opposite spins (ju — ±H). The result- 
ing element should be a metal rather like lithium but bivalent, since 
both 2s electrons should come off relatively easily. Such is the case 
The oxide, hydroxide, and chloride have the respective formulas 
BeO, Be(OH) 2 , BeCb. 

The second electron is harder to remove than the first, however, 
since the second helps push the first off by repelling it; the first two 
ionization potentials of beryllium are 9.3 and 18 1 volts. To remove 
a third electron, out of the Is shell, requires 153 volts, and to remove 
the last one, 217 volts. 

Again the spectral evidence confirms the theory. The arc spectrum 
of beryllium is a 2-electron spectrum of singlets and triplets like that 
of neutral helium. In this case both valence electrons play a role 
in the emission. In the spark spectrum, on the other hand, doublet 
lines like those from neutral lithium are found; these are enhtted by 
singly ionized berylhnm atoms. A few singlet lines are also knoym in 
thfe sptok spectrum; it is preisumed that they are part of a 2-electron 
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spectrum, emitted by doubly lomzed beryllium atoms. Two lines 
have even been found which are ascribed to triply iomzed atoms 
So far it IS obvious that the theory succeeds admirably. But 
perhaps the student will have wondered why beryllium is not, like 
helium, a gas with a low boilmg pomt. For the 2s wave functions are 
just as symmetrical as the Is functions As a matter of fact, even the 
smgle 2s function for the valence electron in lithium is symmetrical 
about the nucleus! Only a detailed study of the mathematics of 
the perturbation theory can really throw light on this question A 
satisfactory theoretical answer to such questions can be given, but 
it is hard to describe in concrete terms. 

(e) Z = 5. Boron . — With 5 electrons in the atom, one of them 
must go into a 2p state Boron is a trivalent element, as witness 
B2O3, B(0H)3, BCI3 It is not metallic, however; crystals of boron 
are good insulators Evidently, with 3 electrons present in the 
L shell, conditions are not favorable to the formation of free electrons 
in the solid state. No simple reason for this is apparent, however 
To remove the 2p electron from a boron atom requires only 8 3 
volts; to remove the two 2s electrons in succession requires 25 and 
38 volts, whereas to remove one of the Is electrons as well requires an 
additional 258 volts. 

The next elements in order are most easily understood if we pass 
them by for the moment and consider neon next 

(/) Z = 10. Neon . — It is possible to put into an atom two 2s 
electrons (with /i = ±M) ^^d six 2p electrons (1 = 1, ..X =1 or 0 
or —1, and with each value of X, m = ±K)) or 8 in all, but no more 
electrons with n = 2. The L shell is then filled. With every possible 
value of X and >4 represented, it can be shown that the electronic charge 
cloud IS symmetrical about the nucleus, as it is in helium; and now 
the symmetry is sufficiently complete so that a gas having a low boiling 
point results Neutral neon in its normal state has the electronic 
constitution ls®2s*2p®. 

A possible origin thus seems to emerge for all of the octets or 
groups of eight elements, pointed out above. The first octet, from 
lithium to neon, results from the progressive filling of the 2s and 2p 
subshells which constitute the L shell. Any outer shell, if filled, will 
likewise contain an s and a p subshell, with 8 electrons in the two 
combined. May it be that each octet of elements, endmg in a noble 
gas, represents the filling up of a new pair of s and p subshells? 

Laying this question aside for a moment, let us proceed backward 
from neon to the remaining elements in the first octet. 

(^) Z = 9. Fluorine: ls^2s^p*. — ^If Z =4 9, the neutral atom 
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contains only 7 electrons in the L shell, or 1 less than enough to fill it. 
If 1 more electron were added, we should have a negative ion the 
exterior of which would be a closed shell, as in neutral neon It 
cannot be expected that the same loss of energy would occur when an 
electron is added to a neutral atom as when it is added to a 'positive 
ion; but, on the other hand, the electron is added in the shell for 
= 2 in an atom having a fairly strong nuclear field (Z = 9). We can 
thus understand the fact that fluorine forms um valent negative ions 
which are stable, i.e , have lower energy than the neutral atom, and 
that it exhibits a negative valence of 1 m chemical combination. There 
should be little tendency for a second extra electron to be bound by 
the fluorine atom, for it would have to occupy a state with n = 3, 
the energy of which would he considerably above that for n = 2. 

Similarly, oxygen (Z = 8) commonly exhibits a negative valence of 
2 in chemical combination, as in lithium oxide, L12O, and nitrogen 
{Z = 8) IS commonly tnvalentj as in lithium nitride, L13N. Nitrides 
are not actually common, however; more often nitrogen is united with 
oxygen into a compound negative radical, as in lithium nitrate, 
L1NO3. 

The examples of Li20 and L13N illustrate the tendency of elements 
immediately following a rare gas in the order of atomic number to 
combine with those just preceding some rare gas This can be inter- 
preted as arising from a lowering of the energy when closed subshells 
are formed in both atoms. In forming the molecule Li20, for example, 
an electron passes over from each lithium atom to the oxygen atom, 
leaving the hthium atoms with closed Is^ shells like helium, while the 
oxygen acquires a closed 2s^2p^ shell, as in neon. The tendency, 
suggested above in general terms, toward the formation of the electron 
configuration that is characteristic of an inert gas, is thus interpreted 
in wave mechanics as a tendency to form closed subshells. 

(h) Z - Q Carbon: ls^2s'^2p^. — ^With 4 electrons in the L shell, 
carbon would seem to have an equal chance either to lose electrons 
or to add more in an effort to form the closed group of 8. Actually, 
it probably never does either ^ The four equal valences of carbon 
are famous, but its compounds are not formed by a transfer of elec- 
trons. Carbon is a typical transition element. In some forms 
(amorphous carbon, graphite), it exhibits fair metallic conductivity; 
but in diamond it is an excellent insulator. 

At this point, we may with advantage interrupt the discussion of 
the elements in order to describe the wave-mechanical theory of 
valence. This forms part of the general theory of the force-actions 
b^ween neutral atoms. 
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126. Valence Bonds. — Cheinists have long regarded the binding 
of atoms into molecules as bemg of two distmct types In some com- 
pounds, called “homopolar,” the various atoms seem to play similar 
roles; examples are the compounds in which carbon atoms are joined 
to each other, and also the diatomic molecules of certam elements, 
such as No 01 Clo Other compounds, called “heteropolar” or simply 
“polar,” are distinguished by the fact that the atoms easily fall apart 
into charged atoms; examples are salts like NaCl It was suspected 
even before the advent of wave mechanics that the nonpolar bonds 
might arise from some sort of cooperative action between a superficial 
electron in 1 atom and a similar electron in the other, whereas in a 
polar compound it was assumed that an electron became transferred 
from 1 atom to the other 

This interpretation of the two kmds of bonds was later derived, with 
characteristic modifications, from the wave-mechanical theory. In 
order to explam how the binding comes about, consider the interaction 
of 2 neutral atoms as they approach each other from a distance. To 
a first approximation, the electrons in each atom may be treated as 
being equivalent to a spherically symmetrical charge cloud surrounding 
the nucleus In this approximation neither atom is found to be sur- 
rounded by an electnc field, since both are electncally neutral; hence 
there is no force-action between them. The picture of the electrons 
as revolving in orbits, on the other hand, suggests that, although on the 
average the field due to the electrons might just cancel the nuclear 
field, there should also be a rapidly fluctuating residual field This 
field would polarize the other atom, by repelling its electrons, and would 
consequently exert a fluctuating attractive effect upon it. 

The analog of this classical effect is encountered when the wave- 
mechanical perturbation theory is developed further. It is found 
that atoms should exert an attractive force upon each other This 
attraction is responsible for the phenomenon of cohesion, but it has not 
a great deal to do with the binding of atoms into chemical compounds. 

Chemical forces come into play only when 2 atoms approach so 
closely that their electronic charge clouds begin to overlap New effects 
then occur. The most important one is the electrorv-exchange effect. 
This effect has no analog in classical physics. In the mathematical 
theory it is connected with what happens to the wave function when 
the coordinates of 2 electrons are interchanged in it; no further descrip- 
tion can be given in this book The physical consequences of the 
exchange effect are of opposite character according as the 2 electrons 
involved have the same or opposite spins 

Where charge clouds due to 2 electrons of the same spin overlap, 
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t.lio exchange effect lesults in a rqf)ulMon between the atonivS. Foi 
this effect tends to thin out the charge density, piling it up outside the 
region of overlap (The exclusion principle itself, described in Sec 1 18, 
can be regarded as an extreme case of this effect, 1 electron crowding 
the other out of the atom completely ) The region in which the 
overlap of the charge clouds fiist occurs as the atoms approach each 
other will be the region lying between the approaching atoms and 
hence will be relatively close to both nuclei; this region is, therefore, 
a regon of especially low energy for an electron, owing to its attrac- 
tion by the nuclei. Hence, the exchange effect, by shifting some of 
the electronic charge cloud away from a region of low energy to a 
region of higher energy, tends to raise the mutual energy of the atoms. 
This change in their energy causes the atoms to tend to fly apart, 
since an isolated system tends to move so as to dimmish its energy. 

If, however, the overlapping charge clouds belong to electrons of 
opposite spin, the exchange effect draws the charge density into the 
region of overlap at the expense of other regions To explain how 
this occurs, we should have to go too far into the mathematical theory 
Cloud charge is thereby drawn into a regon of comparatively low 
energy, so that the mutual energy of the 2 atoms is lowered. The 
atoms tend, therefore, to come closer together, as if they attracted 
each other. 

When all the electrons in an atom are considered, the sign of the 
net exchange effect depends on the relative arrangement of the elec- 
trons m the 2 atoms. As between an electron and a closed subshell, 
which contains equal numbers of electrons of both spins, the net 
exchange effect turns out to be equivalent to repulsion. This is the 
cause of the observed general impenetrability of atoms and molecules; 
this impenetrability is due chiefly to repulsion between complete sub- 
shells as wholes. 

If, on the other hand, each atom has an electron sticking out on its 
surface, so to speak, beyond any closed subshells that may also be 
present, this pair of valence electrons, one in each atom, are able to 
adjust their spins so that they are opposite. The exchange effect 
between these two electrons can then draw the atoms together into a 
molecule. Atoms thus combined by means of a pair of electrons 
acting by virtue of exchange are said to be held together in the molecule 
by a cmalmt bond; and binding of this type is believed to account for 
the compounds called homopolar by the chemist. 

The amount of overlapping of the charge clouds varies greatly 
according to circumstances. During a collision caused by thermal 
agitatloi^ n very slight ovwlapping suffices to develop sufficient repffi- 
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sion to cause the molecules to rebound from each other Hence in 
such collisions the centers of the molecules remain relatively far apart. 
In the case of argon, for example, the radius of the atom as calcu- 
lated by means of the kinetic theory of gases, which represents about 
half the distance between 2 atoms in an ordinary collision, is at the 
value 3 45 of the abscissa in Fig 85, and is thus entirely off the plot 
Only a minute part of the charge cloud lies as far as this from the 
nucleus. In chemical combination, on the other hand, the overlap- 
ping of the two atomic charge clouds may be considerable. 

Exactly as many covalent bonds can be formed for a given atom as 
there are extra electrons in it outside of closed subshells, so long as 
these electrons do not more than half fill the next possible subshell. 
The atom will thus exhibit chemical valence equal to the number of 
these extra electrons. 

If, however, the extra electrons more than half fill a new subshell, 
the number available to form covalent bonds tends not to exceed the 
number of electrons that stand alone in the subshell unmatched by 
other electrons having the same X but opposite spin. This number 
is also equal to the number of electrons that would be required to 
complete the subshell, or to the number of ^ ^ holes in it Thus, 
when a subshell is more than haK full, we can imagine the covalent 
bonds to be formed by the holes in connection with superficial electrons, 
or perhaps with similar holes, in other atoms. Electrons in an incom- 
plete outer subshell are called valence electrons Perhaps this term 
might also be extended to the holes in those subshells that are more 
than half full. 

The presence of holes leads also to the existence of a second dis- 
tinct type of chemical bonding. If the charge cloud of an extra elec- 
tron lying outside of a closed subshell on one atom comes opposite a 
hole in an incomplete subshell in another atom, the charge cloud may 
be drawn into the hole, so to speak, thereby getting closer to the 
nucleus of the second atom than it can to its own nucleus and there- 
fore moving into a location of lower energy. In this way 2 ions are 
formed, one charged positively and the other negatively. The 2 ions 
may then be drawn together into a molecule by electrostatic attraction. 
In this w'ay are explained the heteropolar compounds of the chemist, 
and particularly the tome compounds between strongly electropositive 
and strongly electronegative elements, examples of which have been 
mentioned above. 

Both modes of formation result in the same number of valence 
bonds per atom. Furthermore, in reality all grades of transition occur 
between the two t3npes; or, rather, the mathematical treatm^t is 
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best described by saying that all actual chemical bonds are partly of 
one type and partly of the other Bonds between strongly electro- 
positive and strongly electronegative elements {% e., between those 
closely following or closely preceding an inert gas) are predominantly 
iomc (except in the case of hydrogen In general, however, most 
chemical bonds are predominantly covalent Molecules such as O 2 
and N 2 are also held together by predominantly covalent bonds. 

A special case is presented by those atoms whose electrons are all 
included within completed shells or subshells. Such atoms should 
exhibit no tendency whatever to enter into chemical combination, 
and when in the gaseous state they should have monatomic molecules. 
In this way is explained the occurrence of the noble gases such as 
helium and neon. 

The subject of molecular combination and the related topic of 
the formation of crystals are complicated subjects and the student is 
referred for further information in regard to them to other books. ^ 

126. The Third Period of the Periodic Table. — The second octet of 
elements, from Z = 11 to = 18, parallels so closely the first octet 
that brief comments will suffice. (Corresponding elements are 
exhibited clearly in Fig 86 ) Sodium (Z = 11, ls^2s^2p^S$) contains 
a single valence electron outside the neon core, but this electron has a 
3s wave function, as against the 2s function for the valence electron of 
lithium. Sodium is univalent, as in NaOH and the familiar NaCL 
Its arc spectrum is a typical 1-electron spectrum. In general, it 
resembles lithium closely Magnesium {Z = 12) is a bivalent element 
similar to beryllium It burns with a brilliant white flame to form 
the oxide MgO. It has an arc spectrum of singlets and triplets 
resembling that of helium. Aluminum (Z = 13) is trivalent, like 
boron, but it is metallic and an excellent conductor of electricity. 
The ^^sesquioxide,'' AI2O3, occurs in crystalline form as corundum 
and sapphire and the ruby Silicon {Z = 14) is a good deal like 
carbon. The dioxide, SiOa, however, which occurs in quartz, is a 
substance of extremely high meltmg point, whereas the analogous 
compound, CO 2 , is a gas! Only an elaborately refined application of 
wave mechanics can explain contrasts such as these Phosphorus 
(Z — 15), although chemically much more active, forms compounds 
analogous to those of nitrogen. In the poisonous and bad-smelling 
gas, phosphine or PHj, phosphorus is trivalent, just as nitrogen is in 
gaseous ammoma, NHs Sulfur {Z ~ 16) corresponds to oxygen. 
In H 2 S, it is bivalent, Just as oxygen is in H 2 O. Chlorine (Z — 17) 

^ C/. Faxjung, L., Nature of the Cheiuioal Bond,^' 1940 j SaurteR, J. C , 
^'Introduction to Chenflcal Physios,” 1939. 
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is univalent and easily foims negative ions in solution, in general, 
it resembles fluorine closely but is less active. Finally, in argon 
{Z = 18), we reach again an atom composed of completed subshells, 
vith electronic formula Thus, argon has completed K 

and L shells and, outside of these, two more completed subshells The 
next or M shell is not yet full, since there are no M electrons The 
symmetry of the configuration, however, is evidently enough to 
make the external field around argon very weak, so that it behaves 
as an inert gas mth a very low boiling point ( — 186*^0.) 

127. The Fourth and Fifth Periods. — ^At Z = 19, we should natu- 
rally expect the addition of an electron in a Zd state {i e , n = 3, 
Z = 2) For, in the 1-electron atom, we found the energy to increase 
legularly with increasing values of n] hence, we might expect that 
even in our modified field any wave function with ?i == 4 would coi- 
respond to a higher electronic energy than a 3d function. But the 
next element in order, potassium, closely resembles sodium and 
lithium, not only in chemical properties but also in its spectra even 
to the finest details. There is abundant reason to believe that atomic 
spectra in the visible and ultraviolet regions are emitted by electrons 
in the peiiphery of the atom. These spectra, therefore, furnish 
valuable information concerning the state of the outermost electrons 
Can it be, then, that the valence electron of potassium is not a 3d but 
a 4$ electron? 

The conclusion that it is a As electron was drawn from the empirical 
facts before wave mechanics came on the scene Subsequently this 
conclusion was confirmed theoretically by several approximate calcula- 
tions Wave functions for Z = 0 and Z = 2 are very dissimilar. The 
radial wave functions for electrons in the modified central field resemble 
qualitatively those for the 1-electron atom, a few of which are given 
in Sec. 115 and are plotted (partially) in Fig. 82 The 3d radial 
function, like any function for Z = n ■— 1, shows a single maximum. 
The 3^ function, on the other hand, is much more drawn out, corre- 
sponding to the Bohr-Sommerfeld elliptical orbit of maximum eccen- 
tricity; it has 3 (t e., n — 1) maxima and, like all the s functions, is 
not zero at the nucleus. The 4s function is similar to the 3^ function 
but has 4 maxima. One can well believe that the energies associated 
with such different functions may be quite different, although it is not 
easy to see which energy should be higher. Approximate calculations 
show that in potassium (Z = 19) the theoretical energy of a 4s electron 
actually is below that of a 3d electron; hence, in the normal state of the 
potassium atom, the last electron should be in a 4^ state The formula 
for potassium is thus and the facts are fully accounted 

for. 
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The next element, calcium (Z = 20), has two 4s electrons an<i coi~ 
responds rather Avell to magnesium in the preceding octet Thus, 
we appear here to be mtnessing the building up of another octet. The 
next four elements, scandium (21), titanium (22), vanadium (23), and 
chromium (24) show some degree of resemblance to the corresponding 
elements in the preceding period (Al, Si, P, S). The next element 
after these, however, manganese (25), is not at all like chlorine [c/. 
Mn(OH) 2 ^]; and, in the group that follows manganese, consisting of 
iron (26), cohalt (27), and nickel (28), we encounter something defi- 
nitely new 

The accepted theoretical explanation of this failure to finish out 
an octet at this point in the periodic table is the following As far 
back as scandium (Z = 21), there is theoretical evidence for the 
belief that the electron added last goes into the Zd subshell; otherwise, 
it would necessarily be in a 4p state, the 4s subshell being full, whereas 
calculation shows that the energy of a Ap electron should lie above that 
of a 3d Spectroscopic evidence confirms this theoretical conclusion. 
The next step in atom-building after calcium {Z = 20) is, therefore, 
the addition of ten 3d electrons in succession. Only in chromium 
and copper are there irregularities; in these atoms one of the 4$ elec- 
trons is replaced by an extra 3d 

Copper (Z = 29, ls^2s^2p^Zs^Zp^Zd^Hs) is the first element that 
contains, in its normal state, a completed 3d subshelL It thus has the 
K, Lj and M shells all full, and 1 valence electron outside of these 
The last 3d electron, however, added out of turn as if in haste to 
complete the 3d subshell, is rather lightly bound and comes off rather 
easily, so that copper frequently exhibits a valence of 2, arising from 
binding by both the 4s and one 3d electron, as an alternative to its 
expected valence of 1 due to the 4s electron (c/, cuprous oxide, CuaO, 
and cupric oxide, CuO). 

In zinc {Z == 20, ls^2s^2p®3s^3p®3d^‘^4s2), the 4s subshell is com- 
pleted Thus zinc, like calcium and magnesium, has 2 valence 
electrons outside of closed subsheUs. These three elements are much 
alike both chemically and spectroscopically. In magnesium and zinc, 
however, the core of the atom consists of entire closed shells {K and L 
in magnesium, if, L, and M in zinc) ; perhaps this is the reason why the 
chemical resemblance is, in general, closest between these two of the 
three elemenf^. However, whereas the oxides MgO and CaO react 
with water to form the hydroxide, Mg(OH )2 or Ca(OH) 2 , respectively, 
ZnO occurs naturally in a zinc ore In this respect, magnesiimi 
resembles calcium more closely. The carbonates all occur nalturally 
as minerals, MgCO» as magnesite, CaCOs as limestone^ Z!iiOO$ as 
snuthsonite 
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Beyond zinc, the formation of an octet sequence is definitely 
resumed, the 4p subshell being progressively filled. Galhuntj ger^ 
maniuMj arsentCj selenium^ and hvow/iue are good chemical analogs 
of aluminum, silicon, phosphorus, sulfur, and chlorine Finally, at 
Z = 36, we have the next inert gas, krypton, with electronic formula 
ls^2s^2p^3s^3p^3d^^4:sHp^ Thus for the third time an inert gas 
occurs just when a new p subshell has been completed, in accord with 
the rule that we guessed in connection with the study of neon. 

The fifth Period of 18 elements, from Z = 37 to Z = 54, corresponds 
so closely to the fourth period that detailed comment is unnecessary 
Two 65, ten Ad, and six 5p electrons are added, the final element in the 
period being the inert gas xenon. The analogs in the fifth period of 
iron, cobalt, and nickel in the fourth period are the three elements 
ruthenium, rhodium, and palladium Although the latter elements 
are not ferromagnetic, they exhibit many chemical similarities to the 
ferromagnetic elements Fe, Co, Ni The explanation of ferromagnet- 
ism on the basis of wave mechamcs is intricate, that it occurs at all 
is rather of the nature of an accident. Silver, the analog of copper 
in the preceding period, is univalent, not exhibiting the abnormal 
alternative bivalency. 

128* The Periodic Table Concluded, — Cesium (55) and barium (56) 
start the sixth period with one and two 6s electrons, respectively, 
outside of an argon core; they constitute the fifth pair, consisting of an 
alkali and an alkaline earth, to be formed by the addition of two s 
electrons in succession (the first four pairs being lithium and beryllium, 
sodium and magnesium, potassium and calcium, rubidium and 
strontium). 

Lanthanum (57) then follows the precedent set by scandium and 
yttrium in the preceding periods and adds a 5d electron. But beyond 
this point something new occurs again. With = 4, 4/ states with 
Z = 3 are possible From cenum (58) to lutecium (71), the 4/ elec- 
tronic energy probably lies below the 5d; hence, over this range in Z, 
fourteen 4/ electrons are added in succession 

[14 = 2 X (2Z + 1) - 2 X (6 + 1)1 

These electrons lie rather deep in the atom, however; their wave 
functions have a single maximum, whereas the 65 and hd functions are 
considerably drawn out and thus project more on the extenor. Hence 
the addition of the 4/ electrons causes very httle change in chenucal 
properties, and we have the group of the chemically similar, and in 
part almost indistinguishable, rare earths. 

Only when the 4/ subshell has been completed is the filling of the 



Sec 128] 


THE PERIODIC TABLE CONCLUDED 


315 


hd subshell resumed- From hafnium (72) to mercury (80), the remain- 
ing mne 5d electrons are added, with a few irregularities. In gold 
{Z = 79), the 5d subshell is completed out of turn, in analogy vdth 
copper and silver. Gold, however, manages to combine as a trivalent 
element as well as a univalent one {e g , AuCla as well as AuCl). The 
next element, mercury {Z = 80), is analogous to beryllium, magnesium, 
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zinc, and cadmium. Then the 6p electrons are added, completing an 
octet of elements (except for the missing 85) which corresponds weakly to 
previous octets and ends with the last known rare gas, radon or radium 
emanation (Z = 86, laW2p®3s23p«3di<^4s24pfi4dio4/i45525p65cjio0520p6) 
Beyond tadon, we find a fragment of a seventh period, including 
radium (88), thorium (90), and uramum (92). All of the known 
elements in this period, however, are radioactiwe and therefore unsta- 
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ble. It would seem that wave mechamcs, as applied to the electrons, 
imposes no obstacle to the occurrence of elements beyond uranium, 
the electrons would ''know how'' to group themselves about a nucleus 
•with Z > 92, for example, and actually do it on occasion for Z = 93 
and Z == 94 (see Sec. 227) . 

From this discussion it is evident that wave mechanics, as applied 
to the electrons in atoms of varying atomic number, leads without the 
addition of special assumptions to a sequence of chemical properties 
such as is actually observed. 

The probable electronic constitution of all the elements, when in 
their normal state, is shown for reference m Appendix III An 
outline showing the completed shells and subshells is given in Table 
II. For convenience in future reference, the table includes also the 
designations of the subshells that are used in the discussion of X-rays 

OPTICAL SPECTRA 

In previous chapters we have become acquainted with a few 
features of atomic spectra. We saw in Chap. VI that a general 
characteristic of such spectra is the occurrence of series of lines con- 
verging toward short-wave-length limits In Chap. VII, we have 
seen how wave mechanics was able to supply a quantitative theory 
of the general features of spectra emitted by 1 electron m the field 
of a nucleus, yielding the same formulas as did the original quantum 
theory of Bohr, A brief but more systematic account will now be 
given of some representative phenomena of the spectra emitted by 
atoms or molecules contaimng more than 1 electron, and of their 
theoretical interpretation by means of wave mechanics In connec- 
tion with this discussion, we shall also return briefly to the 1 -electron 
atom in order to discuss the "fine structure" of its lines, which is due 
to spin and other relativistic effects. In the present chapter, how- 
ever, the discussion will be limited to spectra whose emission is 
connected with the motion of the exterior electrons of atoms or 
molecules or with nuclear motions; these spectra occur in the infra- 
red, visible, or ultraviolet regions The high-frequency radiation 
known as X-rays will be reserved for special treatment in a later 
chapter. 

129. Atomic and Molecular Spectra. — ^The variety of spectral lines 
that can be emitted by an atom containing several or many electrons 
IS very large, but it is less than might be expected for several reasons* 

For one thing, in discussing atomic spectra, the various types can all 
be covered by discussing the spectra emitted by nmtral atoms. For it 
is a universal rule that the mme types of spedra thd are miUed by nmtral 
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atoms of given atomic number Z are emitted also by singly ionized atoms of 
atomic number Z + Ij by doubly ionized atoms of number Z + 2, by triply 
ionized atoms of number Z + 3, and so on The principal difference 
IS that the frequencies of corresponding lines increase with each stage 
of ionization, owing to the stronger field in which the active electrons 
move The physical basis for this rule hes in the fact that the atoms 
specified all have the same number of electrons, and these electrons 
arrange themselves m the same types of configurations. Such atoms 
are called isoelectronic. The similarity of their spectra greatly simpli- 
fies the theoretical discussion; but it also leads to great complications in 
the observed spectrum as emitted by a given element when excited in a 
high-potential discharge, since in such a case the different spectra 
emitted by atoms in various stages of ionization are all jumbled 
together 

The theoretical basis for the treatment of many-electron atoms 
was sketched in Secs 118 to 120 As is there explained, the first step 
is to construct a simplified approximate ^theory. In this theory, the 
electrical field due to the nucleus is replaced by another central field 
which includes the average effect of the fields of the remaining elec- 
trons, the latter being supposed for this purpose to be replaced by an 
equivalent charge cloud In the first stage of the treatment, each 
electron is assumed to move in the central field as if the others were 
not there When the atom is in a stationary state, therefore, each 
electron can be supposed to occupy a certain electronic quantum state, 
represented in wave mechamcs by a certain 1-electron wave function. 
In order to explain the details of atomic spectra it is then necessary 
to introduce corrections for the finer details of the electrostatic inter- 
action of the electrons mth each other and for the interaction between 
their magnetic moments due to spin and to their orbital motions. 

In treating the radiation from atoms, however, it is not necessary 
to keep track of all of the electrons The wave-mechamcal theory 
of radiation leads to the following simplifying pnnciple : in so far as it is 
possible to regard the electrons as occupying \-electron quantum states^ 
jumps usually occur only between those stationary states of the atom which 
differ in just one of the electronic quantum states. Or, stated more 
briefly, as a rule, only 1 electron jumps at a time 

The complexity of atomic spectra is greatly reduced by this 
principle If the atom has 1 or more valence electrons outside of 
closed subehells, the electrons in the subshells play no direct part in 
most of the radiation phenomena with which we shall be concerned, 
usually only the valence electrons are active Turthermore, only^ 
1 of these valence electrons jumps at a time (as a rule). The valence 
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electrons that do not jump, if there are such, cannot be ignored 
entirely, however; as we shall see, their presence has a great deal 
of influence upon the characteristics of the atomic energy levels 
between which the jumps occur. If no valence electrons are present, 
as in an inert gas, then for the emission of spectral lines it is necessary 
that an electron be first transferred by some process of excitation out 
of a subshell — from the outermost subshell, in the cases considered 
here — into a 1 -electron quantum state of higher energy. 

The complexity of many-electron spectra is further reduced by 
the existence of various selection rules. Wave mechanics not only tells 
us what frequencies can occur in the spectrum but it also furnishes a 
certain amount of information concerning the relative intensities of 
the various spectral lines For it gives us not only the energies of the 
various atomic states but also information concerning the relative 
probability of jumps between them. Sometimes the probability of a 
given jump is excessively small, or even zero; in that case, the cor- 
responding line is not seen in the spectrum. A rule stating that jumps 
between a certain pair of levels do not occur or are ‘^forbidden is 
called a selection rule 

The principal selection rules are closely associated with the angular 
momentum of the electrons in the atom; and considerations of angular 
momenta, which may be treated vectorially, possess great pictorial 
value as an aid to the memory. For this reason the discussion of 
atomic spectra will be centered so far as possible about vector-momen- 
tum considerations. In doing this we are also following the historical 
line of approach. 

130. Total Angular Momentum and Its Selection Rules. — We 

should not expect that the angular momentum of any individual elec- 
tron would be constant, because of the repulsive forces exerted on this 
electron by the others. There is also an interaction between the spin 
magnetic moments and the orbital motion (see Sec 133). Classical 
analogy does, however, lead us to expect that the resultant angular 
momentum of all the electrons about the nucleus, including their 
angular momentum of spin, will have a constant value; for, in classical 
mechanics, the vector angular momentum of any isolated system about 
its center of mass is constant both m magnitude and in direction, and 
for nearly all purposes the center of mass of a many-electron atom can 
be supposed to he in the nucleus itself. 

An analogous conclusion follows from wave mechanics, with modi- 
fications similar to those that were found to hold in the case of 1 elec- 
tron [Sec. 115 (6)]. Wave mechanics leads to the following rule for 
the quantization of the angular momentum of an atom about its 
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center of mass: As long as no external forces act on an atom, zts quantum 
states can be so chosen that, when the atom is tn one of them, its component 
of total angular momentum, including that due to spin, about any chosen 
axis through the nucleus is 



and the magnitude of its total angular momentum is at the same time 


where J and M are two quantum numbers characteristic of the quantum 
state The number J is a positive integer or half-integer or zero, and M 
has one of the 2J + 1 integrally spaced values between M = --J and 
M ^ J, inclusively. Thus, M is integral or half-integral according as 
J is. For example, = = = lf==3^or — if 

J = l,M‘=lor0or— 1; etc. Often Mj is written for M. 

The rule for determining whether J and M are integral or half- 
integral can be discovered by taking as a basis the electronic quantum 
states described in Secs. 118 and 120. In those states there is, for 
each electron, an integral value of the quantum number X, and also a 
value of /X which is either H “M J total angular momentum 

of the electrons about the chosen axis is [S(X -|- /x)]/i/27r, where the 
sum S is to be taken for all electrons in the atom. Thus, 


ilf = S(X + m). 


(194) 


From this equality and the character of the values of X and ju it is at 
once obvious that M and hence also J must he integral when the atom 
contains an even number of electrons, and half-integral when it contains 
an odd number. The same rule follows from the exact wave-mechamcal 
theory It can also be seen that the maximum possible value of M, 
and hence also of J, is (2Z) + iV'/2 where N is the total number of 
electrons in the atom; for the maximum value of any individual X 
is I, and u cannot exceed 3^. 

The relationship of the quantum numbers J and M can be visual- 
ized with the help of a vector diagram, in the same way in which the 
relation of I and X was visualized for a single electron [Sec. 115 (6)] 
Let a vector of length J be drawn at such an angle that its projection 
on the chosen angle is of length M, If M* = ±/, the vector will he 
along the axis. Two cases are illustrated in Fig 87. If / — 2, five 
positions of the /-vector are possible, corresponding to M ?== —2, -r 1, 
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0, 1, 2; if J = four positions can occui, corresponding to M = 




3 / 


The J-vector so drawn can be regarded as lepresentmg m a certain 
way the total vector angular momentum of the electrons, whose com- 
ponent in the direction of the axis is M'/i/2x. The m agnitude of the 
total angular momentum, however, is not Jh/2Tr but a//(/ + 1) /i/27r, 
according to wave mechanics Furthermore, as in the case of 1 elec- 
tron, the vector momentum has no definite azimuth around the axis, 
as it necessarily has in classical theory. A particular quantum state 
corresponds to an average of classical motions for all possible azimuths, 
as was described for 1 electron m Sec 115 (h) 

Selection Rules — Wave mechanics leads to the following selection 

rules for J and M, which are of 


M 


^ great importance in spectroscopy 

In any atomic jump associated 
with the emission or absorption 
of a photon, J may remain 
unchanged or it may increase or 
decrease by unity, but not by any 
larger amount. That is, if Ji and 
J 2 are the values of J for the two 
states between which the jump 
occurs, then either = J 2 or 
J I — t/ 2 “l or J I — J 2 ^ — 1. 
The same rule holds also for M. 
No jump can occur, moreover, from 
a state mth J = 0 to another state with / = 0 In symbols: 




A/ = 0 or ± 1 (and not 0 0) ; (1 95) 

AM = 0 or ±1 (196) 

These selection rules are not always strictly obeyed, however; some- 
times jumps occur for which A/ = ±2 or AM ~ ±2 Spectral lines 
due to such jumps are mostly very weak 

Even these selection rules find an analogy in classical theory 
(and were first proposed on the basis of this analogy), at least if spin 
is omitted. Orbital angular momentum, in classical mechamcs, is 
associated with rotation. Suppose that a body capable of rotation 
contains an electrical vibrator of some sort; and let this vibrator 
emit electromagnetic radiation of frequency p when the body is at 
rest. Then, if the body is set rotating with angular velocity o), the 
radiation emitted will contain just the three frequencies p, p + m, p — w. 
The reason is similar to that for the analogous dffect of a m^ignetic 



Sec 131 ] 


^iLKALI-TYPE SPECTRA 


321 


field upon a classical vibrating electron, which was described in Sec. 40 
in connection mth the classical explanation of the Zeeman effect. 
The three classical frequencies i' + oj, y — oj correspond (in emission) 
to the three possible changes in M This is an example of Bohr’s 
correspondence principle. 

Angular Momenta of Closed Subshells — When the approximate 
theory in terms of electromc quantum states is employed, every elec- 
tron in a subshell is matched by another whose quantum state differs 
only in that the sign of X is reversed; and the values of ji are similarly 
paired off. Hence, necessarily, ilf = S(X + m) = 0. This fact sug- 
gests that, also, *7 = 0. It can be shown, in fact, from the exact 
wave-mechanical theory that for any closed subshell J - M = 0 

In a similar way it can be shown that the total orbital momentum 
taken by itself, or the vector sum of the orbital angular momenta ot 
all the electrons, likewise vanishes; and so does the vector sum of their 
spin momenta In terms of electronic quantum states, this conclusion 
results from the fact that SX = 0 and = 0 in a closed subshelL 

Thus, m considering the total angular momentum of an atom, all 
closed subshells can be ignored. An atom of a noble gas, in its normal 
state, m which the electrons are all grouped into closed subshells, is 
necessaiily in a state with J* = 0 An atom containing one or more 
peripheral electrons outside of the inner closed subshells will have 
angular momenta, orbital, spin, or total, that are determined entirely 
by the peripheral electrons, with no contributions from the closed 
subshells The consideration of atomic angular momenta is thereby 
greatly simphfied. 

131. Alkali-type Spectra. — At this point we may to advantage 
describe the gross features of the simplest type of spectra, which is 
emitted by atoms contaimng a single valence electron outside of one 
or more closed subshells. Among neutral atoms of this sort may be 
mentioned those of the alkali metals, lithium, sodium, potassium, 
rubidium, and cesium. Other examples are singly lomzed atoms of 
beryllium, magnesium, calcium, strontium, or barium, doubly iomzed 
atoms of boron or aluminum, and so on. 

In an atom of this type only the valence electron should be optically 
active. The only electronic quantum numbers that vary are, there- 
fore, those of the valence electron as it changes from one to another 
of its various ^ectronic quantum states, and the atomic energy will be 
a function of the electronic quantum numbers n and I associated with 
this electron. The quantum number Ij however, serv^ to specify in a 
certain way the orbital angular momentum of the electron, and, as 
we have seen? this is the same as the orbital angular momentum of the 
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entire atom, since subshells make no contribution on the whole to the 
momentum. We shall accordingly employ, in place of I, the capital 
letter L, which is commonly used for the total orbital momentum In 
any atom the possible values of L are 0 or any positive integer, and 
levels are commonly labeled with a capital letter according to the 
followmg scheme, analogous to that employed for 1 electron: 

i = 0, 1, 2, 3, 4, 5, 6, 7 
SPDFGHIK 

The letter indicating the value of L may then be preceded, in the case 
of^a single active electron, by a number giving the value of n 

The array of possible levels, arising from changes in the electronic 
state of the valence electron, is thus as shown (in part) in Fig 88 
The S terms (L = I = 0) begin with n = 1, the P terms (1/ = Z = 1) 



(Sharp) (Principal) (Diffuse) (Fund) 

Fig. 88 — Partial LS term system of a typical alkali metal (in actual cases some of the 
lowest terms shown are missing) . Lines indicate allowed transitions 

with n = 2, and so on; for always n > I The allowed transitions 
between these levels are indicated in the figure by oblique lines The 
quantum number L is usually subject to the selection rule that AL 
cannot exceed unity; hence, no jumps can occur, for example, between 
S and D levels In the case of a single active electron, furthermore, 
the restriction is actually a little more stringent; for, in any case, it 
IS a special rule that the I of the jumping electron must change by 
unity. Hence, when 1/ = Z, we must have 

AL = ±1, 

jumps for which AL = 0 bemg excluded. Thus, jumps cannot ordi- 
narily occur in such spectra between two S levels or between two P 
levels, and so on. 

The scheme just described should obviously be applicable also 
to the energy levels of the hydrogen atom, which likewise contains a 
single valence electron In our previous discussion of hydrogen, we 
ignored the very shght variation of the energy with Z, or L, which is due 
to spin and relativistic effects Hence all • • • levels cor- 

responding to a given value of n fell on top of each other, and no 
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distinction between them needed to be made We shall return to this 
point later (Secs. 135 and 136). 

The theoretical array of energy levels just inferred from the theory 
is strongly remimscent of the spectral terms employed by Rydberg to 
represent the chief series in the spectra of the alkalies According to 
Eqs (129a, 6, c) in Sec 89, the wave numbers of the lines of these series 
are given by the following formulas. 


Sharp . 
Principal : 
Diffuse- 


R 

R 


(1 +P)“ 

{m + S)^’ 

R 

R 

m ^ 

(1 + sy 

(m + py’ 

R 

R 

rfi ^ 

(1 +py 

(m + D)^’ 


Thus the wave numbers are the differences between expressions or 
^Herms” of just three different types 


R 

(m + sy’ 


R 

(m+py’ 


R 

(m + Dy’ 


where R is the Rydberg constant (Sec 88). By varying m in these 
expressions we obtain three sets of terms similar to the three sets of 
energy values as derived from wave mechanics. It is reasonable to 
assume that Rydberg’s terms correspond to these latter sets of energy 
values The Rydberg terms converge to 0 as m oo , just as the 
theoretical energy levels converge to zero as n — oo , provided we agree 
to call the energy 0 at the iomzation limit. The terms, however, are 
positive, whereas the energies are all negative. Hence, the terms 
must represent the numerical values of the energy without the nega- 
tive sign. As has been said before, positive numbers obtained in this 
way are commonly used by spectroscopists, under the name of spec- 
tral” terms, to represent energy levels. In the formulas for v, then, 
the second Rydberg term refers to the initial atomic state for the transi- 
tion in question; the second term together with its minus sign equals 
the energy of the initial state. The first term in the formula refers 
to \he final state; its (negative) energy is subtracted from the energy 
of the imtial state to obtain hv for the transition. 

The sequence of terms represented by the first of the three expres- 
sions written above, jR/(m -f- >8)^, represents, therefore, the sequence 
of initial states for the various lines of the sharp series. These terms 
are observed to combine only with terms in the second sequence, 
R/{m + P)^. Hepce, the first of these two sequences of terms must 
be those derivai theoretically with L = 0, or the terms; for the 
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latter is the only theoretical sequence of terms that combines with 
only one sequence The second of the Rydberg sequences must 
be the P terms, with L = 1 , f oi »S terms combine only with P terms, by 
the selection rule for L The sharp series of Imes thus arises from 
transitions between an 5 level (exclusive of the lowest) and the lowest 
of the P levels. The principal series, on the other hand, arises from 
transitions between various P levels and the lowest S level. T.he 
lowest S level is the lowest possible value for the energy and represents 
the normal state of the atom 

The third set of levels, represented by R/(m + DY, which com- 
bines with P but not with S levels, must, then, be the D levels (L = 2) 
The diffiise senes of lines thus anses from transitions between the 
vanous D levels and the lowest P level A fourth observed series of 
lines, named long ago the ^^fundamental” series, has a convergence 
limi t equal to the difference between the convergence limit of the 
diffuse series and the frequency of the first line of this latter series, 
t e ,to the difference in energy between the state of ionization and the 
lowest D level. The final state for the transitions that give rise to 
this fourth series must, therefore, be the lowest D level. But the 
initial energies for the fundamental senes are not those of the P terms 
They must be, then, the F levels, with L = 3. The fundamental series 
is thus due to transitions from an F level to the lowest D level 

In this way, we arrive at the following interpretation of the chief 
series of the alkali metals 


Sharp, 

nS - 

noP, 

n > no 

Pnncipal, 

nP uqS; 


Diffuse, 

nD - 

noP, 


Fundamental, 

nF - 

noD 



Here the lines of each series are obtained by assigning various values to 
n; no before any letter denotes the lowest value of n that can occur with 
that letter in the kind of atom under consideration. 

The identification thus made of the terms in the alkali spectra 
constitutes the historical reason for the use by spectroscopists of the 
mysterious letters S^,D,F (from the words “sharp, principal, diffuse, 
fundamental”) to represent various values of L (or the corresponding 
small letters for 1 electron). For higher values of L it was agreed later 
to continue down the alphabet, skipping J. 

As an example, a diagram of the known energy levels for neutral 
sodium IS shown in Fig. 89. Each level is represented in this diagram 
by a short horizontal line, the levels being grouped into sequences 
according to the value of L, in contrast to the arrangement in Fig 
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62(6). The diagram shows also the splitting of the P levels, which is 
discussed in Sec. 134 below; the subscripts on the letters, denoting J 
values, refer to this splitting. As usual, the energies are measured 
downward from zero at the state of bare ionization (with no kinetic 
energy in the removed electron) and are expressed in w^ave-number 



Fig 89 — Energy-leTel diagram for neutral sodium, showing also the origin of the 
principal spectral lines. Some of the levels of hydrogen are shown for comparison. 
(Wave len^hs are m angstroms. The numbers opposite the levels are values of n — 
see Sec 132 ) 

units The numbers wntten opposite the levels are the accepted 
values of ti, which differ somewhat, for reasons explained in the next 
section, from Rydberg^s onginal number m. At the right are shown 
for comparison some of the levels of hydrogen, the lowest being far 
below the sodium levels and therefore not shown. 

The most important spectral lines are also indicated on the diagram 
by oblique hhe^ drawn between the appropriate enei^ levels, with 
wave lengths aitachc^i; the widtiis of these lihes in the diagram a 
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very rough, idea of 1)116 relative intensities of the spectral lines as 
commonly observed. One line is shown that violates the ordinary 
selection rule for L (3D — > 3S, AL — 2). 

The values of some of the terms, expressed in cm.“^, are also given 
in Table IV (page 337) 

132. The Term Energies of the Alkali Metals. — If the mathemati- 
cal difficulties could be overcome, it should be possible to calculate 
the energy levels from the wave equation. Unfortunately, however, 
(or fortunately), this cannot be done with any degree of precision, so 
that experiment is still necessary. Considerable interest attaches 
nevertheless to approximate theoretical values of the term energies 
Such values can be obtained, for a neutral alkali atom, by disregarding 
the spin-orbit effect and solving the wave equation for the valence 
electron moving in a suitable central field. 

As described m Secs 118 and 120, the field in which the valence 
electron is assumed to move is chosen so as to allow for the average 
effect of the remaimng electrons in the atom At points well outside 
the atom, this field must approximate closely to the field of a proton 
For, by ordinary electrostatic reasoning, based upon Gauss' law, it can 
be shown that a spherically symmetncal distnbution of charge produces 
the same field at external points as if the charge were concentrated at 
its center, and the total negative charge on the remaimng electrons in 
the atom is less by 1 electronic umt than the positive charge on the 
nucleus If the field were everywhere of this simple Coulomb type, 
the energy levels for the valence electron would be exactly the same 
as those for hydrogen. No.w, in the wave-mechanical theory, the 
wave functions for large n and not too small I will have their large 
values chiefly in regions outside the atom, as is illustrated by the 
graphs for hydrogen in Fig 82 in Sec. 115 Hence, the alkali levels 
for large n and not too small L should approximate closely to the 
hydrogen levels for the same n. 

In Fig. 90 are shown the known energy levels below 2,000 cm for 
all of the alkali metals, represented by dots. The hydrogen levels in 
the same spectral region (except the lowest) are shown by the hori- 
zontal lines labeled with the appropriate value of n. We note that 
the D and F levels of the alkalies actually agree closely in all cases with 
the corresponding hydrogen levels. 

Such an approximate agreement with the hydrogen levels serves 
to fix the value of n unambiguously for the D and F levels of the alkahs. 
The quantum number n does not have any direct spectroscopic 
significance, hence the particular set of values tliat is iised can only be 
chosen for some theoretical reasoiv The P and S levels, on the other 
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hand, depart widely from the corresponding hydrogen levels. The 
lowest values of n for S and P terms are taken to be 2 for lithium, 3 
for sodium, and so on, partly on the basis of the way in which the 
periodic table is built up, as was described previously in this chapter, 
and partly on the basis of various theoretical calculations. When an 
approximate theory is developed with the electrons moving inde- 
pendently in a central field, the quantum number n is introduced in 
such a way as to number the l-electron states in the order of increasing 
energy With the values of n assigned as in the diagram, levels having 
the same n and L have the property that they sink as the atomic 



Fig 90 — The known energy levels below 2,000 cm.-i of the five alkali metals and of 
hydrogen (except that for n = 1). All doublet structure is ignored 

number increases. Theoretical estimates indicate that they should do 
this if n has the theoretical significance just stated In the wave- 
mechanical theory, 1-electron functions having the same n and I pene- 
trate to about the same relative extent into the cores of all atoms, 
and, as the strength of the nuclear field in the interior of the atom is 
increased with increasing Z, calculation shows that the corresponding 
electromc energy is lowered The observed energies of the lowest 8 
and P levels of the alkalies, on the other hand, nse with mcreasing Z, 
This fact is brought into consistency with the rule just stated if we 
suppose that n increases by unity from one alkah to the next. 

Since the lowest levd is always below the lowest P, the normal 
state for all of the alkali metals is an state. 
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The relation with the hydrogen levels just described suggests a cer- 
tain mode of writing the alkali energies that is of interest Expressed 
in wave-number units, the energy of the nth level for a hydrogen atom 
is 


where R is the Rydberg constant [cf. Eqs. (136), (140c) in Secs. 94 
and 95]. For any atomic level with energy W, an effective principal 
quantum number n^ can be defined by the similar equation 

W = - -j- (197) 

The difference n — rie for corresponding levels is sometimes called 
the quantum defect In the alkalies, it can be regarded as a meavsure 
of the effect of the departure of the central field from a Coulomb field. 
The quantum defect is often denoted by so that 


then 


Ue = ^ — fij 


w ^ - 


R 

{n — pY 


(198) 


A similar formula is obtained from Rydberg’s expression for the 
spectral terms, given in Sec 89 • 


W = - 


R 

{m + pY 


The values of p are not the same in the two formulas, nor did Rydberg’s 
choice of m for a given term agree with the modem value of n; but. 


Table III. — Some Valves of the Quantum Defect for Neutral Sodium 


Term 

n «= 3 

n « 4 

n — 5 

n *=s 6 

n =* 7 

n » 8 

S 

1 373 

1 357 

1 362 

1 349 

1 348 

1 351 

P 

883 

867 

862 

859 

.858 

,857 

D 


on 




013 

F 



Bil 


-- 012 

- 015 


after choosmg the lowest values of the integers n and of m in any 
convenient manner, the two values of p can obviously be chosen so as 
to bring the two formulas into agreement. Since Rydberg’s formula 
is found to fit the observed terms fairly well, when his m is treated as a 
constant for given L, it follows that the quantum drfect must be almost 
a constant for the sei^uence of terms belonging to a given value of L. 
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The values of the quantum defect, n — rie, or fx in Eq. (198), for 
some of the levels of sodium (disregarding the fine-structure splitting) 
are shown in Table III ^ Their approximate independence of n is 
evident. The corresponding value of the effective quantum number 
rie may be obtained in each case by subtracting the number shown 
here from n; thus for a 4P term, = 4 — 0.867 = 3 133. A small 
value of the quantum defect means close approximation of the energy 
to the corresponding level for hydrogen 

Formulas of the Rydberg type, as m Eq. (198), represent only a 
first approximation to the actual term values. For greater accuracy 
moie complicated functions of n are sometimes employed in the 



Fig 91 — Ionization potentials as a function of atomic number. {Reprinted from H B, 
White^ Introduction to Atomw Spedra ”) 

denominator.^ Such formulas are indispensable in determining series 
limits, and a knowledge oi> these limits is essential in order to fix 
the zero level of the energy, which is the limit of that series of lines 
which arises from transitions into the normal state Once the energies 
or term values have been determined for a single set of terms, the 
others can be calculated from the observed frequencies of lines due to 
transitions between the various terms. 

The term value, or negative of the energy, for the lowest state 
represents the ionization energy of the neutral atom. In Fig. 91 are 
plotted values of the ionization energy calculated in this way and 
expressed in electron-volts for most of the elements. The electronic 
subshell that contains the most easily removed electron is shown below 
the curve A systematic relation is evident between the quantum 
numbers of this electron and the ionization potentials. 

133. Spin-orbit Effect for an Electron in a Central Field. — ^Besides 
accounting for the number and location of the terms, an atomic theory, 
to be successful, must lead also to the correct fine structure for the 
1 They ar© calcifiated as ti — n« from values of nt or n«// given in H. E. White, 
^Tntrodv6tion to Atoimo Spectra,^’ X934. 

* Of, ^Tnlroduetion to Atomic Spectra,” 1^4; Fowler, A., ^''Keport on 

Series in Iin0 Spectra,” Fleetway Frega, London, 1922. 
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spectral lines In order to account for the fine structure it is necessary 
to consider the effects that arise from the magnetic moment of the 
electron that is associated with its spin. 

The idea of an electron spinmng on its axis can only be consideied 
as a picture which suggests more or less correctly the effects of certain 
terms in the relativistic equations of Dirac, which represent the nearest 
known approach to the correct wave equations (Sec 117) The Dirac 
equations do not rest on a concrete picture of the electron. It seems 
as if theoretical physics were coming to be based upon certain mathe- 
matical assumptions rather than upon concrete pictures of leality. 
There is, however, a certain similanty between the wave-mechanical 
mathematics and the mathematical treatment of certain classical 
structures, and this analogy may help by illustrating, and perhaps mak- 
ing plausible, the more abstract treatment by means of wave mechanics 

Suppose the electron really were, as Lorentz thought it might be, 
a little hollow sphere of electricity, held together in some unknown 
manner but otherwise obeying the laws of classical theory, relativity 
included. Suppose the sphere were set into rotation. Then the 
moving charges on its surface would give rise to circular currents, 
and the sphere would be surrounded by a magnetic field resembling 
that due to a short bar magnet, it would, therefore, have a certain 
magnetic moment Because of the coexistence of the electric and 
magnetic fields in the space surrounding the electron, electromagnetic 
momentum would also exist there The resulting vector angular 
momentum about the center of the sphere is found to be 311 st half as 
great in proportion to the magnetic moment as in the analogous case 
of revolution of an electron in an orbit. Because of this fact, it was 
early surmised that the quantized value of the spin momentum would 
be half of the ordinary quantum unit and thus of magnitude K/At 

Suppose, now, that such a rotating sphere is set m motion across 
an electric field. Then ordinary electromagnetic theory would not 
lead us to expect any special forces to act on the sphere because of its 
magnetic moment. But suppose we view the situation from a moving 
frame of reference, in which the sphere is momentanly at rest and 
apply the theory of relativity. In terms of this moving frame, the 
electric field is accompanied by a magnetic field perpendicular both 
to the electric field and to the direction of motion, as is shown by the 
equations of transformation in Sec. 66 .^ If the electric field is that 

1 In those equations, we put F* = Fy = il, = 0, so that in S there is only an 
electric field Then = 0, showing that the magnetic field in B' is perpendicular 
to the rr-axis, which is the direction of the motion Each of the components 
and Ez then gives nse to a component of F' equal to itself tnultiphed by u/Cf but 
in a perpendicular direction. 
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due to a bare nucleus, the nucleus itself will be moving relatively to 
the new frame of reference and may be thought of as generating the 
magnetic field by the usual rule for moving charges This magnetic 
field will cause the magnetic axis of the sphere to tend to line up with 
the field 

Returning to the original frame, therefore, we may conclude 
that any rotating charged sphere moving transversely across an 
electric field tends to turn so as to make its axis of rotation perpen- 
dicular both to its direction of motion and to the direction of the field. 
If the motion occurs in the direction of the field, or if there is no field 
at all, the axis of rotation retains its original direction As viewed in 
this frame, the immediate cause of the change m the direction of the 
axis IS to be found in a relativistic change in the forces that hold the 
charged sphere together against electrostatic repulsion 

We do not need to investigate these forces further, but the source 
of the energy associated with them is of interest 
and IS easily discovered. When the sphere is aligned 
in the manner just described (Fig 92), one side of 
it is moving faster than the other side because of the 
combined rotational and translational motion. N ow 
m a frame in which the sphere is at rest, the rota- 
tional velocity of all parts of its surface must be the 
same, by symmetry; but then an application of the 
Lorentz transformation for velocity, Eqs (56a, 6, c) in 
Sec 62, shows that, in a frame in which the sphere 
has translational motion, the surface will rotate more slowly on the 
side on which the resultant velocity is increased by the translational 
motion than on the opposite side. This difference in velocities must 
result in a piling up of charge on the side of higher resultant velocity 
at the expense of charge on the opposite side.^ If the sphere is mov- 
ing across an electric field, the distortion shifts the charge into a region 
of slightly different potential and so alters the electrostatic energy 
A simple consideration of signs shows that, in the case of orbital 
motion of th.e sph^e under the influence of an attracting center, the 
energy is least when the direction of spin rotation is opposite to the 
direction of orbital revolution and is a maximum when isiaese two 
directions of rotation are the same, regardless of the sign of the charge 
on the sphere. 

The magnitude of the change in energy for a Lorentz electron 

1 The distortion of the distributed charge can be regarded as equivalent ip the 
creafion of an 4ectnc moment relative to the center oi charge. Thus what is a 
pure magnetic moment in one frame of reference becomes in part an electnc 
moment in another. 


Rcfrer 



Denser 


Fig 92 —A 
classical (Lorentz) 
spinning electron 
viewed along its 
axis of rotation. 
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Pan readily be calculated, but we shall only cite the result ' In 
dealing with an electron in a central field, it is convenient to introduce 
the fl.ng ; nlfl.r momentum Gi of the electron about the center of the field 
Let G, be its angular momentum of spin, m its mass, c the speed of 
light, and F(r) its potential energy when at a distance r from the 
center of the field Then the change in energy due to interaction of 
the spin and the field turns out to be 

(199) 

where Gi and Git denote magnitudes of these vectors and (Gi, (?») stands 
for the angle between their directions. 

The change in energy as thus calculated from classical theory gives 
a good idea of the analogous wave-mechanical effect, although the 
physical picture of the rotating sphere finds no place in the new theoiy, 
and the mathematical formulation is naturally quite different. It 
would take us too far afield to describe the wave-mechanical mathe- 
matics in more detail. We shall merely cite the results and endeavor 
to make them plausible by means of semiclassical analogies 

The quantum states for an electron moving in a central field under 
the influence of the spin-orbit forces are found to differ considerably 
from the n I 'X ^ states described in Sec. 118. The new states corre- 
spond in a way to the two simplest cases of the classical motion. 
These are the cases in which the vector angular momentum of spin 
either has the same direction as that of the vector angular momentum 
due to the orbital motion, or has exactly the opposite direction. The 
new states may be characterized as follows. The total orbital momen- 
tum has a fixed value, represented in the usual way by the quantum 
number I, and the total spin momentum has likewise a fixed value, 
represented by the num ber a wher e s — the magnitudes of these 
momenta are \/l{l + 1) h/2nr and -v/aCs -f- 1) respectively Fur- 
thermore, the resultant momentum, or the vector sum of orbital and 
spin momenta, is also quantized, and may be represented by a quantum 
number j. For some states, j==Z + a = Z + J^,for others, 

# i = Z - 5 - Z - H, 

except that, if I = 0, j Z + s = H* The magnitude of the resultant 
momentum is \//(i + 1) h/2jr. Finally, the component of the result- 
ant momentum in the direction of some chosen axis of reference has a 
definite value, mA/2x, where m may have any one of the integrally 
1 Fbbnxbii, J., ^^lebrbnch der EMtredyiiahwk,"' vel JI, Kap. 7, 9^ 
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spaced values from m = ^ to m = — j (Sometimes is ^\lltten feu 

m ) 

Thus, if Z = 0, the only possible values for j and m are j = yi a-nd 
m = li ov — 3^. If Z = 1, eithef* j = % and m = y^, oi 

“5^, or else 3 = and m == }i or — If Z = 2, j ^ or 
and so on. 

Clearly, both 3 and m necessarily have half-integral values, in 
harmony with the general rule stated in Sec. 130 The relations 
between Z, j, and m may be exhibited in a vector diagram of the same 
general type as that employed for 1 electron in Sec 115(i>) Two 



Fig 93. — Diagrams illustrating addition of I and «-vectors into a j -vector 

cases are shown m Fig. 93 The s-vector is drawn m either the same 
or the opposite direction to the Z- vector, to form a resultant j-vector, 
and this vector is then drawn at such an angle to the chosen axis that 
its projection on the axis is of length m 

The same selection rules are found to hold for 3 and m that were 
stated in Sec. 130 for the corresponding atomic numbers J and M, 
viz., 

Aj = 0 or ± 1 (and not 3 = 0 to 3 = 0) , 

Am “ 0 or ±1 

For a single electron there also exists the special rule, already men- 
tioned in Sec. 131, that I must (in general), change by unity, or 

AZ = ±1. 

The energy is found, as before, to depend chiefly upon the principal 
quantum nmmbw n but also to some extent upon Z (Sec. 118); and 
because oi the spin-orbit interaction it ateo varies a little with 3 . 
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Thus the single energy level characterized by values of n and I, which 
IS found to occur when the spin effect is ignored, is split by the spin- 
orbit effect into two levels corresponding to j = Z + Mi except in the 
case I = 0. Usually the energy is (algebraically) higher for the larger 
value oij, viz, 0 = I + s, just as it is in the analogous classical motion 
when the two vector angular momenta have the same direction 

A set of quantum states is thus obtained which is characterized 
by the quantum numbers nl j m mstead of n I \ n. In most of these 
new states the orbital momentum taken by itself does not have a fixed 
component in the direction of the axis, nor does the spin momentum; 
hence the quantum numbers X and fi do not exist The only excep- 
tions are the states, two in number for each Z, which have 

j = l + s==l-\-}4 

and m = +j; for these states either X = Z and = ^ or X = —I, 
(i - — respectively 

The general absence of definite X and n values is understandable 
if it is recalled that a quantum state corresponds not to some par- 
ticular classical motion, which may possess special properties, but in a 
certain averaging fashion to a whole range of classical motions The 
general case m classical mechanics would be that the spin angular 
momentum is inclined at some angle to the vector orbital momentum; 
then it is easily seen that many different orientations in space are 
possible, all of which allow the same value of the resultant angular 
momentum and of its component along the axis, but in which the 
components of the spin and orbital momentum taken separately vary 

Even if the spin-orbit interaction itself is omitted entirely, the 
set oinlj m states may be employed m place of the n I X n states; the 
two sets are equally valid alternatives. With the spin-orbit interac- 
tion omitted, the energy is the same for j = Z — as for j = Z -f- 
and thus varies only with n and Z 

The number of the jm states belonging to given values of n and Z 
is the same as the number of the X^i states. It is easily seen that there 
are 2(j -f or 2Z -f- 2 of the jm states with different values of n, 
for i = Z -f- and 2(j •+■ or 2Z states for j = Z — K* or a total 
of 2(2Z -H 1) states. This is the same number as that of the original 
\fi states, where 2Z -f 1 different values of X were associated each 
with two alternative values of /t. It is a general rule that, in cases of 
degeneracy, the number of the independent quantum states is always 
the same, however these states may be chosen. 

Wave Functions for the jm States — few words may be added con- 
cerning the wave functions. For an electron in a central field, the 
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wave function representing one of the jm states contains a radial factor 
analogous to that in Eq (186) for the hydrogen atom, but this factor 
varies somewhat with j as well as with n and L The directional factor, 
on the other hand, is m general a linear combination of the directional 
factors for two of the \fx states. These two states are associated 
with opposite spins; for one X = m — 3^ and jx — for the other 
X = m + 3^ and ^ If? however, J — I + M and m = ±j, 

only one X/z factor is used, that with X == Z and jx = }4 tor m = j, and 
that with X = — Z and fx = for m = — j. 

If the spin-orbit interaction is ignored, the radial factor is found 
not to differ at all for the two values of j which are associated with a 
given value of Z, and we merely have an alternative set of wave func- 
tions which are individually equal to certain linear combinations of 
the nl \ IX wave functions 

134. Fine Structure in Alkali-type Spectra. — The theory developed 
in the last section is immediately applicable to the energy levels of a 
single valence electron outside of one or more closed subshells, as 
described in Sec. 131. Since the closed subshells do not contribute 
to the angular momenta, the quantum numbers Ijm may be replaced 
by the numbers L J M, which are understood to have reference to the 
whole atom. 

The effect of spin-orbit interaction is then to split each of the 
energy levels or terms as previously described into two, one with 
/ = L + 3^ and the other with J = 1/ — 3^. Only the S terms 
(L = 0) are single, with / = 3^. Almost always the level with the 
larger J is found experimentally to have the higher energy and, there- 
fore, the smaller term value, in agreement with the conclusion denved 
from wave mechanics. A J level is commonly indicated by adding 
the value of J as a subscript to the letter that is employed to denote 
the value of L; and a superscript 2 may be written in front of the letter 
to indicate that the level belongs to a doublet system. 

Transitions between two given terms will then give rise to several 
spectral lines, forming a spectral mqltiplet The number of the lines 
IS limited by the selection rule, A/ == 0 or ±1 (Sec. 130). Jumps 
are possible between the single level of any S term, “>8^, and either 
of the two levels in a P term, and for which A/ = 0 or 1, 
respectively. Between a P and a 25, with levels three 

jumps are possible, viz., 

^Ph - ^Ph, 

the jump ^P^ — ®P^ is forbidden, smce for it A/ = 2. A triplet of 
lines results in a similar way from the allo'wed transitions between 
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any other p^ir of terms Thus the chief spectruM of the alkali metals 
should consist of spectral doublets and triplets. The origin of the lines 
just mentioned is illustrated in Fig 94 Numbers are also added 
m the figure showing the relative intensities that the lines of each 
multiplet should have according to wave mechanics, under certain 
simple conditions 

For comparison with the theory, the wave numbers and separations 
of the first four lines of each of the chief series in the spectrum of 
neutral sodium are listed in Table IV. ^ 

The theoretical conclusions as to wave length are seen to be con- 
firmed by the observations The sharp senes, nS — ^ 3P , consists of 



Fig 94 — Transitions between doublet levels. 


spectral doublets, and, as shown m column 5 of Table IV, the frequency 
difference is constant within the experimental errors, representing 
the difference between the and 3^P^ levels. This fact helps to 
confirm the identification of the S levels as made above. 

The principal senes of lines, nP 38, also consists of doublets 
but with frequency differences that represent the spacings between 
the two levels in various P terms and hence decrease rapidly with 
increasing n. This decrease is in accord with theoretical expectations. 
For an electron in a Coulomb field, due to a nucleus of charge Ze, 
the separation of the two levels in a term with quantum numbers n 
and I, due to the spm-orbit effect, is readily calculated to be 


nH(l + 1) 


= 5.87 


nH{l + 1) 


where a is the “fine-structure constant,’’ or a = "2me^lch — 1/136.7, 
and P is the Rydberg constant (in cm,""0» This expression is obtained 
by subtracting the value of TV, as given in Eq. (204) for j = Z — 
from its value for i == Z + K* Thus in a hydrogenlike atom the spin- 
orbit separation decreases as Xfn^, The observed decrease in the 
spectrum of sodium is even more rapid. 


1 Except for XI 1,404 and Xll,382, the wave lengths of the hnes were taken from 
the ^^Massachusetts Institute of Technology Wavelength Tables and converted 
mto wave numbers with the help of Kayser’s “Tabelle d^ Schwxngungszahlen ” , 
the term values were then calculated from the wave mxmb^, the value of the ZB 
term (41,499 0) being taken from Bacher and Goudsmit^ Atomic Energy States.’^ 
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Table IV — Some Lines in the Spectrum of Xetjtbal Sodium 


Initial term, cm 

V, cm "i* 

X, angstroms 

Doublet Av 

Principal senes, n > 3 ^S. ZS ■■ 

“ 41,449 0 cm 


3Ph 

3P^ 

24,492 8 
24,475 6 

16,956 19 
16,973 38 

5,895 92 
5,889 95 

17 19 

APii 

4P^i 

11,182 1 
11,175 9 

30,266 91 
30,273 06 j 

3.302 99 

3.303 32 

6 15 


6,406 4 
6,408 8 

35,042 64 
35,040 18 

2 852 83 
2,853.03 

2 46 

6Ph 

4,151 4 

4’ 152 8 

37,297 64 
37,296 24 

2,680 34 
2,680 44 

1.40 

Sharp series, n^S 

4S 

15,709 4 

8,766 5 
8,783 1 

11,404 2 
11,382 4 

16 6 

5^ 

8,248 3 

16,227 28 
16,244 50 

6,160 76 
6,154 23 

17 22 

as 

5,077 3 

19,398 38 
19,416 51 

5,153 64 
5,149.09 

17 13 

7S 

3,437 2 

21,038.40 
21,055 54 

4,751 89 
4,748 02 

17 14 

Diffuse senes,* n — » 3 ^P 

ZD 

12,276 12 

12,199 50 
12,216.70 

8,194 81 
8,183 27 

17 20 

4:D 

6,900.29 

17,575 33 
17,592 52 

5,688 22 
5,682 66 

17 19 

BD 

4,412 3 

20,063 30 
20,080.46 

4,982 84 
4,978 58 

17 16 

6D 

3,061 9 

21,413.72 

21,430.90 

4,668 60 
4,664 86 

17 18 


* Only the mean value of the and lev^ i» shown and only the two strong hnes, 


nD^ 3P^, nD% 

The lines of tKe diffuse series, nD — > 3P, should be triplets j according 
to the theory. One line should be very weak, however. The two 
brightest lines resull) from the jumps 

—> 3^P%, n^D% — > 3^P^ 

If Eq. (200) holds roughly for sodium, then, because of the factor 
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Z(Z + 1) in the denominator, the separation — nD% should stand 
to the separation in the ratio 1/(2 X 3) . 1/(1 X 2) or 

as only 1:3; and, as n increases, the D separation should rapidly 
diminish further. Thus with ordinary resolving power the lines of the 
diffuse series can easily be observed with a frequency difference that 
is nearly constant and equal to the difference 3P^ — 3P3^. Dou- 
blets of exactly this separation are formed of course by the faint line 
3P^^ and the brighter line D% 3P^. The faint line is not 
usually seen; when it was discovered, it was called a satellite” of 
the apparent doublet formed by the two brighter lines 

Thus, the theory accounts very well for the principal features of 
the spectrum emitted by neutral sodium atoms. It is equally success- 


Table V. — First Lines op the Principal Series for the Alkali Metals and 

One Line op Hydrogen 
X IS in angstroms, y in cm 



H 

Li 

Na 

K 

Rb 

Cs 

z 

1 

3 

11 

19 

37 

55 

n 1 

3 — >2 

2 

3 

4 

5 

6 

X^ 

6,562 8 

6,707.8 

5,895 9 
5,890 0 

7,699 0 
7,664 9 


8,943 5 
8,521 1 


15,233 

14,904 

16,956 

16,973 

12,985 

13,043 

12,579 

12,817 

11,178 

11,732 

Ay 


0 34 

17 

58 

238 

554 


ful with the other alkali metals, the spectra of which are qualitatively 
very similar to that of sodium. 

The separation of the doublet levels^ however, increases rapidly 
with increasing Z. In Table V are shown the wave lengths and the 
wave numbers of the D lines or their analogs {i e., the first lines of the 
principal series) for all of the alkali metals, and also the doublet differ- 
ences for these hnes. The theoretical value of Ap for the first Balmer 
line of hydrogen, obtained by setting Z = 1, n == 2, Z = 1 in Eq. (200), 
is also given for comparison. The data in the table show that the D 
lines, which are 6 angstroms apart in the sodium spectrum, are 422 
angstroms apart in the spectrum of cesium. 

The enormous departure ot Av from the hydrogen value for all 
alkali metals except lithium, in spite of the progressive increase in n, 
is in strong contrast with the more moderate departure of the energy 
levels themselves, as shown by Fig. 90 This may be regarded as 
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resulting from great sensitiveness of the spm-orbit effect to the char- 
acter of the central field near the nucleus, which is clearly evident 
from the expression for the spm-orbit energy as given in Eq. (199) 
Near the nucleus the field of the nucleus itself must predominate, so 
that approximately Y = and 

r dr r® ^ 

which increases much more rapidly than does the numerical value of 
V itself as the nucleus is approached The variation of the spin- 
orbit effect among the alkalies furnishes an excellent illustration of 
the tendency of this effect to be small m atoms of low atomic number 
but to increase to an enormous magmtude as the atomic number 
becomes large 

136. Multiplet Levels for One-electron Atoms. — In the last sec- 
tion, a theory of the fine structure of spectral lines due to spin was 
developed for atoms containing a valence electron outside of closed 
subshells. The same theoretical treatment should be applicable also 
to atoms containing no subshells at all, i e,, to atoms such as those of 
hydrogen which contain only a single electron. In this latter case, 
it IS customary to use small letters, I (or m,) instead oiL J M] then 
j ^ if Z = 0, otherwise, j = Z + or Z — 3^. 

In the 1-electron atom, however, a curious accident occurs In 
the nonrelativistic theory, as we have seen in Sec. 115, all states for 
a given n have the same energy, regardless of the value of Z In the 
relativistic theory this is not quite true. The wave equation contains 
certain other small terms of relativistic origin, besides those giving 
rise to the spin-orbit effect, and these other terms cause the energy to 
vary somewhat with Z. Now, in a 1-electron atom this relativistic 
variation happens to be of the same order of magnitude as the spin- 
orbit effect itself; in fact, the net result of both effects is that 
levels having different values of Z but the same value of j fall exactly 
on top of each other. The energy diagram for such atoms is thus very 
peculiar. Somewhat similar relativistic effects occur also in atoms 
containing 2 electrons (and in them the interaction between the spins 
of the 2 electrons is important); but in such cases the relativistic dis- 
placement of the various L terms is much smaller than is their displace- 
ment due to the electrostatic repulsion between the electrons, so that the 
relativistic correction is unimportant. 

The situation in the 1-electron atoms is illustrated in Pig. 95, 
which refers to the hydrogen levels with n = 2. The single line at the 
left represents the energy as given by Bohr's theory, Eq. (136) in 
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Sec. 9i. The two solid lines in the center of the diagram show this 
levei as split into two, a P and an S term, in consequence of what is 
called the ordinary” relativistic correction. The addition of the 
spin-orbit effect then splits the 2P term into the usual doublet with 
j = 3^ or but an additional special” spin correction raises the 2;S 

level so that it coincides with the 



Fio. 95 — The fine structure for 
n = 2 for ordinary hydrogen left, 
noni elativistic theory, center, as modi- 
fied by the ordinary relativistic correc- 
tion, right, actual arrangement of levels. 


2Py^ level The net result, as 
shown at the nght in the figure, 
is just two separate levels, a single 
one with j = % and a composite 
level with j ~ }i- In a similar 
way, the 3^^ level comes to 
coincide with the level, and 
3Pj« also coincides with ZD^, 
whereas ZBi^ stands alone; and so 
on Thus for each value of n 
there are only n different energy 
levels, with j = }i, H, ' • ' 
n — but all levels except that 
for the largest j, j = n — are 


double. The lowest level of all, with » = 1, is still single. 

Exact formulas for the energy levels can be obtained by solving 
the Dirac relativistic wave equation (Sec. 117). The result for the 
energy of a level specified by quantum numbers n and j is* 



Here a stands for the “fine-structure” constant. 


" ^ - ijlj- (201) 


This happens to be exactly the formula obtained by Sommerfeld 
on the basis of the old quantum theory, assuming elliptical orbits 
but allowing for the variation of electronic mass with speed, except 
that he used a different set of quantum numbers. His theory has now 
been superseded by the wave-mechanical treatment; a short descrip- 
tion of it was given in Sec. 102.^ 

For most purposes, it is sufficient to expand the expression written 
above in powers of and to keep only the first two terms of the 

1 C/ Daewin, C G , Roy, Soc , Proc , voL 118, p, 654 (1928). 

^ Cf SoMMEEFBLD, A., ^^Atomic StniCture and Spectral lines/^ Methuen Co. 
Ltd., London, 1929 . 
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expansion. By patiently applying the binominal theorem to one 
radical or fraction after another, one finds eventually that 


2n2 + 2n^ V4n T+V^) 

ergs Let us divide this by he to convert it into wave-number units 
and then introduce the Rydberg constant or [cf. Eq. (146&) in Sec 97] 


%rhne*^ _ mca^ 
~ch^ W 


( 202 ) 


by (201) Then, in wave-number units, as far as terms in a*. 


Rz^ amz^ ( 3 _ 1 \ 

n‘‘ V4n j -]- 3^/ 


(203) 


The first term in this expression for Wn, is the ordinary nonrelativistic 
value of the energy [Eq. (187) m Sec. 115]. The second term repre- 
sents the combined relativity-spin correction; it cannot exceed m 
magnitude a fraction a* or 5 35 X 10“® of the first term. The part of 
the second term that varies with j can be written 


+ yi) 


(204) 


We note that this term in the energy, which determines the fine struc- 
ture of the energy levels, decreases rapidly with increasing n 

The approximate formula (203) is easily obtained by making in 
succession the two corrections mentioned above, with the help of the 
perturbation theory, to be desenbed in Sec. 137 It may be of interest 
to write down the results of the successive steps. The ordinary rela- 
tivistic correction to the energy is found to be 


. ^ 3 amz^ 

Ajlr = - — j— 

4 


ct^RZ* 

nKl + M) 


(205) 


This is the same as Sommerfeld's correction for variable mass It 
causes the splitting of each level for given n into n sublevels with 
Z = 0, 1, • • • M — 1. The spin-orhit correction is then found to be, 
for Z > 0: 

i-l+H: A.W. ( 206 «) 
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For I = 0, the spm-orbit effect vanishes. The special spin correction 
IS likewise found to vanish for Z > 0, but for Z = 0 it is 

a^RZ\ 




aaj6, 

3^ 


C./09cmJ 


This latter expression happens to be exactly what we get for A,1F if 
we put Z = 0 in Eq. (206a). Hence, we can forget the special spin 
correction entirely provided we drop the restriction that Z > 0 in using 
Eq. (206a). 

Upon adding AiW and AJV from (205) and (206a) for the n levels 
that have j = Z + 3^ and expressing the result m terms of j, we obtain 

the second term on the right in Eq. (203). 
The same result is obtained, in terms of j, 
for j = I — liwe use (205) and (206&) 
Hence, the n — 1 levels with j = I — 
coincide with « — 1 of the levels that 
have j — I + K, and the number of dis- 
tinct levels, as already stated, is only n 
136. Fine Structure of Spectral Lines 
from One-electron Atoms, (a) The Theo- 
retical Patterns — ^The formulas for the 
energies fix the frequencies of the spectral 
lines to be expected If the pair of levels 
having given values of n and j is treated 
as a single multiple level, no attention 
need be paid to the selection rule for Z in 
determimng the allowed jumps between 
such levels; it is sufficient to observe the 
selection rule for j (Sec 133) : 


1 


2P^- 


0367cm 




Fig 96 — Theoretical fine 
structure of the Ho: line (n — 3 
w — 2) for atomic hydrogen. 


Aj = 0 or ± 1. 


For, if a jump is allowed by this rule, component quantum states 
satisfying the condition that AZ = + 1 can always be selected 

As an example, the levels and allowed jumps for n = 3 and n = 2 
are shown in Fig. 96. (The spacings between the j levels are shown 
to scale, but on the same scale the distance between the two groups 
would be some 24,000 times larger than as shown) The selection 
rule for j allows five transitions, as shown by the arrows. If changes 
in Z are considered as well, as a basis for the introduction of standard 
spectroscopic notation, we find seven transitions, two pairs of them 
producing identical frequencies, denoting Z = 0, 1, 2 by S,P,D as 
usual, we have as transitions’ SDi^ —* 2P^, — > 2P^, SDji —*■ 2P^, 
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^ 3f * > 2>Si 4, and 3;Si,^ — > 2P^ The rela- 

tive spacing of the five distinct lines is shown in the lower part of 
Fig 96, the heights of the lines as drawn repiesenting the theoretical 
relative intensities of the spectral lines on the assumption that all 
five quantum states for n = 3 are equally excited (t e., that as many 
atoms are excited into one state as into another). 

(b) Comparison with Experiment for Hydrogen . — ^The “lines” of 
the Balmer series of hydrogen were early observed as close doublets. 
In 1887, Michelson and Morley measured the doublet separation 
for the line of longest wave length, Ha or n = 3 = 2, and found 

for it 0 253 cm“^ Subsequent measurements by other investigators 
gave values ranging from 0.293 to 0 357. The modern interpretation 
of the doublet appearance is that the five component lines are smeared 



Fig 97 — Typical intensity cuives obtained for the Ha line from hydrogen (Ha) 
and deuterium (Dor) Intensity is on an aribtrary scale, and the abscissa is numbered 
from an arbitrary point. {After W^ll^ams ) 

together because of the Doppler broadening of all lines due to the 
thermal motion of the molecules, but two of them are much more 
intense than the others. The only means of comparing the observa- 
tions with the theoretical predictions is, therefore, to calculate the 
contour of the total line from the theory, using the theoretical separa- 
tions of the fine structure and the theoretical estimates of the relative 
intensities of the component lines, and then making an approximate 
allowance for the Doppler effect. 

The line Ha has been studied very carefully in this manner In 
Fig. 97 are shown typical curves obtained by R C Williams^ for 
the spectral distribution of intensity m the Ha line from ordinary 
hydrogen and from deuterium, or heavy hydrogen, the atoms of which 
are about twice as heavy as those of ordinary hydrogen and ought, 
therefore, to be influenced less by the Doppler effect [Sec 152(a)] 
The discharge tube was cooled by liquid air to minimize the broad- 

1 WlfcMAMs, Phys. Bw., rol. 54, p. 658 (1938). 
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emng. The light from the tube was dispersed by a triple-pnsm spec- 
trograph containing a quartz Fabry-Perot etalon placed in the parallel 
beam of the collimator, and photographs were taken of the spectral 
region containing the Ho: line. The blackening on the film was 
measured with a Moll microphotometer using a thermocouple and 
galvanometer, and from these measurements the relative distribution 
of intensity in the line could be determined 

At most three of the theoretical component lines are evident in Fig 
97; one of the others is too close to the left-hand mam line to be 
resolved, and the remaining one is evidently too weak to be seen. 
Theoretical line shapes, as influenced by the Doppler effect, are 
drawn in the figure for the three lines, the assumed strengths of the 
lines being so adjusted as best to reproduce the observed curve of 
resultant intensity The strengths of the lines as thus inferred from 
the observations agree only roughly with the theoretical predictions 
The left-hand line ought to be somewhat stronger and the middle one 
only about half as strong Such deviations might be due, however, 
to unequal excitation of the initial levels (>S^, P^, D^). A much 
more serious discrepancy is that the spacing of the lines does not quite 
agree with the theoretical predictions. The distance between the 
two mam peaks was found by Williams to be consistently 0.319 to 
0 321 cm”^ for Da, 0 315 to 0 319 cm.“^ for Ha, whereas wave- 
mechanical theory predicts, from the level separations as shown in 
Fig 96, 0.367 — 0 036 = 0.331 cm.~^ The small central peak seems 
also to occur at about 0.134 cm.“^ from the right-hand one, whereas 
the theory gives for this separation 0.109 cm.*”^ The cause of these 
discrepancies between theory and observation — whether they are due 
to some unrecognized experimental complication or to some further 
slight correction required in the theory — ^is not yet known ^ 

The remark may be added that, because of the fine structure and 
the relativity correction, the simple Balmer formula for the frequencies 
of the Balmer senes is not quite adequate The following empirical 
formula of the more general Rydberg type gives very closely the wave 
numbers of the centers of the lines of the Balmer senes of hydrogen 
when seen unresolved 


V = 109,678.28 


,(2 - J 


1 


1 


00000383)2 
m 3, 4, 5, 


(m + ,00000210)2^ 


^ Cf Deink WATER, Richardson, and W E Williams, Boy Soc,^ Proc,, vol 
174, p. 164 (1940). 

2 Fowler, ^^Report on Senes m lane Spectra/' Fleetway Press, London, 1922. 
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(c) Ionized Helium . — According to Eq (204), the fine-stuictuic 
separations should be 2^ oi 16 times as great m lines emitted by an 
ionized helium atom as in the conespondmg lines from hydrogen. 
A careful study was made by Paschen^ of the line X = 4,686 A from 
ionized helium. At the time, his observations were important because 


they confirmed the wave-mechamcal theory as 
against Sommerfeld’s extension of Bohr’s 
theory. 

The line in question results from the jump 
n = 4 to = 3 and so corresponds to the long- 
est line of Paschen’s infrared series for hydrogen. 
From the energy-level diagram, shown in Fig 
98, and the selection rules, it is evident that 
there should be eight fine-structure lines, here 
labeled ahcdefgh. According to Sommerfeld’s 
theory the lines c and g, arising from jumps in 
which Aj = 0, should not appear. In place 
oi j + }/2 in the formulas, Sommerfeld wrote 
a quantum number referring to the orbital 
angular momentum and this quantum number 
was subject to the requirement that in a tran- 
sition it must change by unity. This rule rested 
on grounds equivalent to those that lead to the 
modern rule that AZ == ±1, and it seemed to 
be very hard to eliminate it from the theory. 

Paschen’s observations are compared with 



the theoretical predictions in Fig. 99 Compo- 
nents a and b, as predicted by both theories, 
are undoubtedly unresolved in Paschen’s ah. 
The weak components, c and 6, were probably 
unresolved from d and/. But Paschen found a 
fairly strong component g^ which is predicted 


Fig 98 — Diagram 
for the fine structure 
of the line X4,686 (n = 
4 — > 71 ” 3) of ionized 
helium The two heavy 
hues indicate the levels 
according to the original 
Bohr theory. 


by the newer theory but is absent in the older one. This fact is 


decisive in favor of wave mechanics. 


137. LS or Russell-Saunders Coupling. — In dealing with the 
spectra emitted by atoms containing a single valence electron it was 
possible largely to ignore all the other electrons because they were 
grouped into closed subdiells. Effective allowance for the electro- 
static repulsive fiction of these electrons on the valence dectron could 
be made by assuming a suitable modified central field in which the 
valence dec-^ron was assumed to move. This procedure is not longer 
‘ Pasoben, Ann. d. Phy»ik, voL 82, p 689 (1927). 
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adequate when there are 2 oi more electrons outside the last closed 
subshell. Then, in addition to spm-orbit effects, the mutual repulsion 
of these outer electrons must be dealt with more e.xplicitly 

The pnncipal mathematical method that is available in extending 
the wave-mechamcal theory to such atoms is what is called the 
“perturbation” theory already mentioned m Sec. 120. The most 
important results that follow from the use of this method will be 
described here in terms of quantum states and the associated angular 
momenta. In the next section, a few remarks will be added concern- 
ing the mathematical method itself 

In applying the perturbation method, both the residual effect of 
electrostatic repulsion, over and above the average part of this effect 


Wave Mechanics 
with Correction for 
Relativity and 
Electron Spin 


Bohr-Sommerfeld 
Theory with 
Correction for 
Relativity 


Observed by 
Pcischen 



Frequency Scale; vcm 


Fig 99 — Fine structure of the helium line X4,686 (c/ Fig 98) The dotted line 
gives the position of the single line predicted by Bohr’s theory. Lengths of lines give 
relative intensities (qualitatively) , 

that is included in the central field, and all spin-orbit interactions are 
at first ignored. Mathematical expressions representing the quantum 
states for the atom are then easily found Afterward, a correction 
is introduced for the omitted effects. If these effects are small, the 
correction for them possesses high accuracy. The method is named 
after the analogous method used by astronomers in calculating the 
motions of the solar system; in the astronomical calculation, each 
planet is assumed to move in an elliptical orbit around the sun, and 
then corrections are made for the perturbations due to the attractions 
of the other planets 

When the outer electrons are assumed to move in a spherically 
symmetrical field, without mutual repulsion and without any spin- 
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orbit interactions, each electron can be assumed to occupy an elec- 
tronic quantum state labeled with quantum numbers n Z X ju, as 
described in Sec. 120. If N electrons are simultaneously present m 
the field, they will occupy n such quantum states, characterized by 
quantum numbers ni h Xi jui, m Xo aio, * • \x jxy. Any such 

set of n electromc quantum states determines a quantum state of the 
atom, which is called in perturbation theory a state of “zero order 
Alternatively, however, we can also start with electronic quantum 
states of the type employed in Sec 133, where the states are labeled 
with the numbers n I j m Which type of electronic state it is best 
to use depends upon circumstances. In the present section the 
nl \ II states will be assumed. 

With either type of electronic state, so long as spin-orbit effects 
are ignored, the energies of the electronic states themselves, and also 
the energy of the whole atom, depend only upon the values of n and L 
A set of values of n and Z, ni Zi, n 2 h, nz h, • * fiN In, is said to 

define a configurahon of the N electrons A compact form of notation 
is in use among the spectroscopists for configurations Thus, 2$Sd 
denotes a configuration of 2 electrons in which, for 1 electron n = 2 and 
I = 0, while for the other n = 3 and Z = 2 Again, lp^2p means that 
there are 2 electrons with n = 1 and Z — 1, and another with n — 2 and 
Z = 1 

An important selection rule holds for the configurations. It was 
partly stated in Sec 129. Radiative transitions occur only between 
levels belonging to two configurations which differ in just one electronic 
state; furthermore, the values of Z in these two differing states must 
differ exactly by unity. Thus transitions may occur between a level 
belonging to a 2s3p configuration and one belonging to a 2s3cZ con- 
figuration, but not between 2s3p and 2p3d, because here both elec- 
tronic states are different, and not between 2s3p and 2s4/, because 
here AZ = 2 for the second electronic state. The existence of this 
selection rule for configurations results in a great simplification, because 
it diminishes the number of possible transitions that have to be 
considered. 

Let it be assumed for the present that no 2 electrons have the 
same values of both n and Z; for example, the combination 2,1 might 
occur together with 1,2 or 2,2, but not with another 2,1. Then all 
values of the X's and the /i's may be assumed freely in defining quan- 
tum states, without fear of conflict with the Pauli exclusion pnnciple. 
The consequences of dropping this restriction will be described briefly 
in Sec. 141 

Now, taking a step forward in the perturbation argument, con- 
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sider the effect of introducing the residual electrostatic repulsion of the 
N electrons If this effect is small, it will modify the atomic quantum 
states and energies only slightly, 'provided we start with the right set 
of initial zero-order states The necessity for starting with the right 
initial states corresponds closely to the following classical analogy. 

A pendulum bob hung on a stout, symmetrical wire can swing with 
a certain definite frequency vq in any plane. It can swing east and 
west, for example, or north and south; and vibration in any other 
plane can be regarded as a combination of these two motions, each 
with a suitable amplitude and phase. As an alternative, any other 
pair of perpendicular planes might be chosen for the component 
vibrations. This is a case of degeneracy. But now squeeze the wire 
with pliers so as to flatten it m a NE - SW direction. Thereafter, 
steady oscillations in a fixed plane are possible in only two directions 
The bob can swing either in a NE - SW plane with a frequency vi or 
in a NW - SE plane with a frequency P2, vi and being slightly 
different from each other and from po If the bob is started swinging 
in any other direction, a combination of these two vibrations occurs 
and the bob executes a Lissajous figure The two fundamental vibra- 
tions must now be chosen in two fixed directions; thus flattening the 
wire has removed the degeneracy. 

In the atomic case a clue to the correct choice of the initial quantum 
states is furnished by considerations of angular momentum. If the 
electrostatic repulsion is fully active, according to classical mechanics 
the individual orbital vector angular momenta of the electrons will 
be subject to large fluctuations, but the vector sum of these angular 
momenta, or the total orbital momentum of the atom about the nucleus, 
will remain fixed, since the forces representing the mutual repulsion 
of any two electrons, although equal in magnitude, act in opposite 
directions along the same line This fact suggests, in agreement with 
conclusions drawn from wave mechanics, that, in order to accommodate 
the residual electrostatic repulsion as a perturbation, the zero-order 
atomic states should be chosen so as to quantize the total orbital 
momentum. At the same time it is possible and advantageous to 
quantize the total spin momentum. 

In zero order of the perturbation theory, with the electrostatic 
repulsion stiU missing, it is found possible to construct atomic states 
having the desired characteristics without disturbing the electronic 
quantum numbers Zi, Zz, • * • In, or their significance in terms of 
electronic momenta. Thus it is possible to speak of each atomic 
state as belonging to a definite electromc configuration The elec- 
tronic quantum numbers Xt X® ptz, - * \n however, disappear 
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and are replaced by four atomic numbers Two of these atomic 
numbers may be defined as follows. The total orbital momentum has a 
magnitude \/ L(L + 1) A/27r, and the total spin momentum has a 
magnitude n/S^S + 1) A/27r, where L and S are positive numbers 
(or zero). The possible values of L that can occur for atomic states 
belonging to a given configuration always form a series differing from 
each other by unity, and the same is true for the possible values of S 
The possible values of L that can occur in a given configuration may 
be inferred from a vector diagram that represents in a limited sense the 
vector addition of the electronic orbital momenta into a resultant 
This IS illustrated for two different configurations of 2 electrons in 
Fig 100; the diagram for any number of electrons is analogous 
From the diagram it is obvious that the maximum possible value of L 
for a given configuration is SZ, the sum of the values of Z for all the 
electrons, and all values of L will be, like Z for any electron, integral 



Fig 100 — Diagrams illustrating addition of two Z-vectors into an JL-vector 


or 0. States occur with all values of L that differ from 2Z by an integer 
and are allowed by the diagram. For example, if Zi = Z 2 = Zs = 1, 

then alternative values of L are L = 3 or 2 or 1 or 0 If Zi = 4, 

h = 1, Zs = 1, then Z/ = 6, 5, 4, 3, or 2. If any Z = 0, it may be 
disregarded 

As was noted in Sec 131, letters are very frequently written m 
place of numbers to denote values of L: S, P, D, F, (j, H, J, X, etc., 

stand, respectively, for 1/ = 0, 1, 2, 3, 4, 5, 6, 7 • . (The letter S 

representing a value of L must not be confused with the quantum 
number S T^iis feature of the established notation is unfortunate.) 

An exactly analogous method holds for S, as is illustrated for A = 3 
and iNZ = 4 in Fig. 101 Since all electronic spin vectors are of length 
s = the maximum value of S is obviously Ss == iV/2, and all 
values of S derived from a given configuration must be integral (or 
zero) or half-integral according as the number N of electrons in the 
configuration is even or odd. 

Simple selection rules are found to hold for L and aS. This is one 
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of the most important properties of these numbers. For 5 the rule 
is that, in any radiative transition from one atomic state to another, 

A,S - 0. (207) 

This restriction corresponds m classical mechanics to the fact that the 
existence of spin and of its associated magnetic moment has no 
appreciable effect upon the emission of radiation Because of this 
selection rule, in the absence of all spin-orbit interaction, the atomic 
energy levels may be divided into broad, noncombining classes, each 
distinguished by a different value of S) levels belonging to one class 
combine in the emission or absorption of spectral lines only with 
other levels belonging to the same class 



3elecfrons 4electrons 

Fig 101 — Diagrams illustrating addition of s-vectors into an 5-vector 


The analogous selection rule for L is 

AL = 0 or +1 (and not 0 0). (208) 

Thus S levels (L — 0) can combine only with P levels {L = 1) ; P 
levels can combine either with S or with D levels {L — 2); D levels 
can combine either with P or with F levels (L == 3) ; and so on. A 
special case of this selection rule has already been encountered in 
dealing with atoms that contain a single valence electron (Sec 131). 
So long as the closed subshells in such an atom remain undisturbed, 
all momenta are determined by the momenta of the valence electron 
alone (Sec. 130) ; thus S = s — and only one class of atomic states 
occurs. The occurrence of atomic states characterized by quantum 
numbers L and S obeymg the selection rules that have been stated 
is called or RusseU-Saunders coupling (of the electronic momenta) ^ 
The individual atomic states are not completely determined, how- 
ever, by their values of L and S. The specification of a state can be 
completed in many different ways, of which the most important yield, 
respectively, LSAh or LSJM states. 

^ Russell and Saunbebs, Astroph^s vol. 61, p. 38 (1925). 
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la one of the L 8 A I, states, the total orbital momentum has a 
definite component of magnitude and the total spin momentum 

has a component S/i/Sx, in the direction of any chosen axis, where A 
is a number that may assume any one of the integrally spaced values 
from —L to L, and S may assume independently any one of the 
integrally spaced values from — /S to S. Thus A is always integral, 
whereas S is integral or half-integral according as 8 is The selection 
rules for A and S, in the absence of spin-orbit interaction, are 

AA = 0 or ±1, AS = 0. (209a, &) 

Alternatively, atomic states may be chosen in which the vector 
sum of the orbital and spin momentum has a fixed magnitude of 



S-I 

Fiq. 102 — Diagrams illustrating addition of an L- and an ^S-vector into a J-vector 


+ 1) hl^TT, and its component in the direction of the chosen 
axis has simultaneously the fixed value Af A/27r, where M may be any 
one of the integrally spaced numbers from — / to This is an example 
of the J M states described in Sec. 130, which are always possible 
states for an atom free from external force. 

The values of J that can occur, in association with given values of 
L and 8^ may easily be found from another vector diagram. This 
one represents the vector addition of the L- and >S-vectors, in corre- 
spondence with the vector addition of the classical orbital and spin 
momenta into a resultant momentum. Two cases are illustrated in 
Fig. 102. The maximum possible value of J is always J ^ L + 8] 
then all integrally spaced values may occur down to 1 (L — S)\. Thus, 
li 8 = Oy J = L, only; if L = 0, / = 5. In all other cases at least 
two alternative values of J are possible. If >S = 3^, J = for 
L = 0, but / = L + J4 ort7'=I/““3^for any other value of L, 
as in the atoms with 1 valence electron (Sec. 134). li 8 = 1 and 
L = 3, then / — 4 or 3 or 2. The selection rules for J and M are 
stated in Sec. 130. 

The number of states in an L /S A S set is the same as the number 
m the corresponding L 8 J M and in either case these states 
possess no further degeneracy (so long as nuclear spin is neglected). 
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In home configurations, however, two or more independent sets of 
Mich states occur having the same values of L and S. 

As already stated, m the zero-order approximation the atomic 
energy is the same for all of the states belonging to a given configura- 
tion, whatever may be their values of L and S. This degeneracy 
of the atomic states becomes reduced, as we shall see in the next two 
sections, when allowance is made for the residual electrostatic repulsion 
of the electrons and for the spin-orbit effect. 

Furthermore, in Sec. 142 an alternative form of electronic coupling 
known as jj coupling will be described This type of coupling is espe- 
cially useful in dealing with heavy atoms. 

The LS Terms —The electrostatic repulsion of the electrons, as 
already stated, has no effect upon the orbital and spin angular momenta 
of the atom as a whole. Hence, regardless of the strength of this 
repulsion, the atom can occupy a quantum state of either L S A S or 
L S J M type, and the appropriate selection rules will hold. The 
repulsion has, however, the effect of separating the various groups of 
states, each characterized by a value of L and of S, with respect to 
the atomic energy. The separated energy levels thus .produced may 
be called LS levels, or, when the negative of the atomic energy is used, 
LS terms. 

It seems obviously reasonable that the residual electrostatic repul- 
sion should separate terms that differ only in the value of L; but it 
may seem strange that electrostatic repulsion should separate even 
terms having the same L but different values of S, since the repulsion 
has nothing to do with the magnetic moments associated with elec- 
tronic spin. In the mathematical theory the repulsion is effective in 
such cases by means of the feature called the electronic exchange 
effect, which has no analog in classical mechanics. This same feature 
was cited in Sec. 125 as the cause of covalent bonding in chemical 
compounds. A difference in the arrangement of the electronic spins 
requires that the atomic wave function shall be a different function 
of the coordinates of the electrons, and these differences m the wave 
function are associated with differences of energy. 

The electrostatic repulsion of the electrons also disturbs the sepa- 
rate angular momenta of the individual electrons. If the repulsion 
is weak, however, its effect in classical mechanics is chiefly to cause a 
precession of the normals to the orbital planes of the electrons, similar 
to the precession of a gyroscope under applied forces; there is little 
change in the actual magnitudes of the electronic momenta themselves 
Analogously, in an atom in which the electrostatic repulsion is pretty 
effectively represented by iJie electronic contribution to the centra] 
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field, so that only a small residual repulsion remains for further con- 
sideration, each atomic state can be assigned definitely to a certain 
electronic configuration, as defined by a certain set of the electronic 
quantum numbers n and L The selection rule for configurations will 
then hold well for the emission of spectral lines. At the other extreme, 
however, there are cases in which the residual repulsive effect is so 
strong that it is difficult or impossible to assign certain LS terms to 
any particular configuration. In such cases the quantum numbers n 
and I lose their significance, and the selection rule for configurations 
fails more or less completely. Many intermediate cases also occur. 

Note on the Wave-mechamcal Theory . — The discussion of the mathe- 
matical theory that was given in Sec. 120 may be resumed here for a 
moment. The construction of wave functions representing the zero- 
order LSX^ ox LSJM states belonging to a given configuration 
of the electrons is effected by making suitable linear combinations 
of the atomic wave functions as these are first obtained out of the 
electronic nl \ y wave functions. The requisite linear combinations 
are analogous in mathematical form to those mentioned in Secs. 115 
and 120. The appropriate selection rules are then discovered by cal- 
culating matrix components of the electronic coordinates; this proce- 
dure constitutes an extension of the calculations mentioned in Sec. 
116 (c). 

When the wave equation is then corrected by adding terms to 
represent the residual electrostatic repulsion and the spin-orbit inter- 
action for each electron, the zero-order wave functions are no longer 
exact solutions of the equation. If, however, the effect of these added 
terms in the wave equation is small, the zero-order wave functions 
may constitute very good approximations to the exact solutions, pro- 
vided the zero-order functions are properly chosen from among the 
alternative sets that are possible because of the degeneracy. A gen- 
eral mathematical method exists for selecting the proper linear 
combinations of the zero-order functions, and it leads to the selection 
of functions having the properties in terms of angular momenta that 
have been stated in the text. 

A first-order correction to the atomic energy that is associated 
with any approximate wave function can then be found by evaluating 
the integral 

where denotes the complex conjugate of Ifi represents the added 
term or terms in the WaV'e equation, and J • • * dg indicates an integra- 
tion over the entire r^nge of possible values for all coordinates of all 
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electrons in the atom A first-order correction for 4/ itself can also 
be formed; and then a second-order correction to the energy, and so 
on; but the mathematical difficulties in the way of doing this are so 
great that the procedure has hardly ever been earned beyond the 
first order. 

Further details of the mathematical theory must be sought in 
other books or in the literature. 

138. LS Multiplets. — ^As has been stated, each LS level corresponds, 
in general, to a group of distinct quantum states for the atom, which 
can be so chosen that they are appropriately labeled by the quantum 
numbers J and M. Degeneracy exists, so long as spin-orbit effects 
are ignored, in that in all the states forming a given LS set the atomic 
energy has the same value. 

When, finally, the spin-orbit interactions of the electrons are taken 
into account, this degeneracy is partly removed. The atomic states 
continue to form groups each characterized by a certain value of J , 
but the groups themselves are separated from each other in energy. 
Thus each of the original T/S levels is, in general, split into two or more 
levels characterized by different energies and by different values of J 

If the spin-orbit effect is relatively strong, the orbital and spin 
momenta of the atom are not separately quantized, and significant 
quantum numbers L and S do not exist. A case of this sort will be 
discussed later, under the heading of coupling (Sec 142) If, on 
the other hand, the spzn-orbit effect is much weaker than the residual 
repulsive effect, the orbital and spin momenta are little affected by the 
spin-orbit interaction; the quantum numbers L and S then retain 
approximate validity, and the associated selection rules hold well 
In this case we have, out of each of the original LS levels, a close 
group of LSJ levels called an LS multiplet. Only this case will be 
considered further at this point. 

As was stated in the last section, the values of J belonging to an 
LS term include all integrally spaced values that satisfy the inequality 

+ ( 210 ) 

Thus, if L = 0, it follows that J = S, whereas \l S = Q, J - L, and 
in either case the multiplet reduces to a smglet. Otherwise, it is 
easily seen that, whether S is integral or half-integral, if L ^ J 
takes on all the 2>S -f- 1 integrally spaced values from L S down to 
L — S, inclusive; whereas, HL < S, J takes on the 2L + 1 integrally 
spaced values from S + L to S — L. 

The number of J levels composing an LS term is called the multi- 
plicity of the term and is commonly written as a superscript at the 
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upper left-hand corner of the letter denoting the term. Thus 
denotes a doublet D term, with Z/ = 2, S = and with two possible J 
values :L + S = — S — To denote an individual level, the 

J value is added as a subscript. Thus a term contams the levels 
If L = 2, but iS = 1, we have a triplet D term, with com- 
ponent levels ®I> 3 , ^Ds, ^Di, 

For convenience, even wheni < S, the same multiplicity, 2jS + 1, 
is indicated m the notation, although the number of levels now equals 
2L + I and therefore is less than 2/S -|- 1 The reason for this practice 
is that, because of the selection rule for /S, A/S = 0 (Sec. 137), the value 
of 2/S + 1 tends to remain the same in a radiative transition. The 
terms can thus be classified mto more or less noncombining groups 
according to the values of 2/S + 1, and the superscript serves to indi- 
cate at once to which class a particular term belongs. 

Because of these relations, the observed number of levels composing 
a given multiplet obviously furnishes important information in regard 
to the values of L or of /S that should be assigned to the term. If the 
observed number of levels is r, this number must equal either 2L + 1 or 
(more commonly) 2/S -f- 1, hence, either!/ — (r — l)/2 or, more likely, 
/S = (r — l)/2. A further test may then be made by noting whether 
or not the value of L or /S so inferred is consistent with the selection 
rules as applied to transitions between the given multiplet of levels and 
other multiplets for which L ox S may be assumed to be known. 

All allowed transitions between two multiplets of levels, taken 
together, give rise to a group of spectral lines which may be called a 
spectral mulUplet of lines The student should distinguish carefully 
between multiplets of levels and multiplets of lines. Often one can 
tell only from the context whether the word ^Hriplet,^^ for example, 
refers to three energy levels or to three spectral lines. 

In Table VI are shown the levels composing some of the types of LS 
terms that are commonly met with Only singlet, doublet, triplet, and 


Table VI — J Levels Composing Some LS Terms 


L - 

0 

1 

2 

3 

/S « 0 

‘So 

‘-Pi 


‘p. 

a 





1 

‘-Si 


‘Di‘Ds»D, 


H 

1 

‘P^‘P54<P« 




quartet terms are shown, but quintet, sextet, septet, and octet terms 
also occur (for example, ha the arc spectrum of manganese).^ 

1 C/. White, op. cit , Chap XIV, 1934 
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139. Spacing of the LS Multiple! Levels. — For the spacing of the 
levels m an LS multiplet, wave mechanics furnishes a simple and 
useful formula, which holds quite accurately so long as the entire 
width of the multiplet is small relative to its difference in energy 
from all other energy levels The increase in the atomic eneigy due 
to the spm-orbit effect, for any one of the J levels of a given multiplet, 
IS AW where 

AW = HB[J{J + 1) - L(L + 1) ~ S(S + 1)]. (211) 

Here 5 is a constant that varies from one multiplet to another. 

The relative spacing of the levels in a given multiplet is determined 
by the term ^BJ(J + 1) The difference between the energies of a 
level for J and that for J + 1 is the diffeience in the coi responding 
values of AW or 


}iB[(J + 1)(J + 2) - J(J + 1)] = BiJ + 1). (212) 

This equation expresses Land4’s interval rule The energy differences 
between two successive J levels are proportional^ in a given LS term, to 
the larger of the two values of J The lule is of great help in determining 
the value of J that is to be assigned to the various levels 

According to Eq. (211), AW is positive for some values of J and 
negative for others. The weighted average of AW, or AW for a 
weighted-average level, vanishes, provided each level is weighted in 
proportion to the number, equal to 2/ -f- 1, of the M states composing 
it The energy of the weighted-average level is then given by the 
formula 


Wls = 


(2/ + l)Wj 



(213) 


It is to such a weighted-average level that a Rydberg formula 
really refers when it is written without regard to the fine structure of 
the terms As an alternative, a separate Rydberg formula is some- 
times written for each component of the multiplets forming a series. 

Equation (211) can also be arrived at by the following argument 
based upon angular momenta, which is suggestive although not con- 
clusive. According to expression (199) in Sec 133, the spin-orbit 
energy for a classical electron is proportional to the cosine of the angle 
between its orbital momentum vector and its spin vector. Now, in a 
diagram illustrating LS couplmg, such as that shown m Figs 100 or 
101, there exists an indefiniteness of azimuth similar to that described 
for 1 electron in Sec. 115(&); the angle between the ^-vector for any 
particular electron and its a-vector is not fixed, since the composite I 
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line can be revolved around the L-vector without upsetting the cou- 
pling, and the composite s line can also be revolved independently 
around the S-vector But the cosine of the angle between h and Si, for 
example, is proportional to the projection of h on si; and this projection 
is the sum of the projections on of the separate components l[, l[\ 
taken, respectively, parallel and perpendicular to L (see Fig. 103) 
Now, taken for all azimuths of the Z-vectors 
around L, the average of l-i' is zero. Hence, 
for a given position of the average projection 
of Zi on Si IS equal to the average projection of 
Z'l alone Then, allowing the Si-vector to 
revolve similarly around we may show that 
the average projection of on Si is equal to 
its projection on 8, Thus the average projec- 
tion of Zi on Si is proportional to cos (L,5), 
where {L,S) denotes the angle between the L- 
and S-vectors; and, hence, cos (I/,aS) is also pro- 
portional to the average value of the cosine of 
the angle between h and si; and so finally to the spin-orbit energy 
itself 

Now, by geometry, 

cos (L,S) = 2 ^ (214) 

But in wave mechanics the m agnitudes o f t he moment a are pr oportional , 
not to Lj S, and J, but to\/L{L + 1), -y/SiS + 1), and \/J{J + 1) 
Making corresponding changes in (214), we find that the spm-orbit 
energy is proportional, for given L and S, to the expression given on 
the right in (211). 

Many examples of LS coupling could be described. We have space 
in this book for only one or two. 

140. The Arc Spectrum of Mercury. — The familiar arc spectmm 
of mercury presents spectroscopic features of great interest The 
principal levels and many of the lines are shown in the usual way in 
Fig. 104, wave lengths being given m angstroms. The levels that arc 
considered to form a sequence are placed under each other, with an 
appropriate spectroscopic designation at the top. 

The levels fall into two classes, singlets and levels that naturally 
group themselves into triplets, although the separation is mostly too 
small to be shown in the diagram. Thus the spectrum evidently pre- 
sents a fair example qf L8 coupling for 2 electrons. For the smglet 
terms 8^0; for the tpplet terms 8 1. A number of in|ercombina- 
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tion lines, between singlet and triplet terms, are found, however, so 
that the LS coupling is not perfect in mercury. 

Evidence from the theory of the periodic table indicates that 
mercury should have 2 electrons outside five completed shells It is 



Pig 104 — The most important energy levels and spectral lines for the neutral mercury 

atom 

assumed that these electrons normally form the closed subsheU 6s^, 
but that in those excited atomic states which are represented in the 
diagram one of these electrons is displaced into an electronic state of 
higher energy Since one electronic I is thus always 0, the value of L 
IS always equal to that of the other t Thus each electronic configura- 
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tion furnishes at most two LS terms, with = 0 or 1. The configura- 
tion m the normal state of the atom, 6s6s, gives only one term, and, 
in fact, only one level, with L = S = J = 0; thus the normal state 
of the mercury atom is a state. In four of the most important 
terms, 6s6p ^P, 6s6p ^P, 6s6d ^7) ,and 6s6d the mere change of 
an electronic Z mth no change in n results in a comparatively large 
increment of atomic energy. 

The intercombination line, 6s6p ^Pi 6s® ^/So, X — 2,536.52, is one 
of the principal ultraviolet lines in the mercury spectrum. Its 
strength, however, is not necessarily an indication of a high transition 
probability between these levels, arising from a high value of Einstein^s 
A (Sec. 116). It is more likely that the strength of this line is due to a 
piling up of atoms in the 6sQp ^Pi level. As the atoms are thrown into 
this state following collisions with electrons in the arc, or drop into it 
from higher levels, they have nowhere else to go, therefore they 
accumulate until through sheer numbers they are able to leave as fast 
as they enter. It is somewhat like water piling up in a pool until its 
depth becomes great enough to force a sufficiently rapid discharge from 
the pool through a small drain. 

Atoms must accumulate also, of course, in the and ^Po levels 
of the 6s6p configuration. From these levels they cannot pass by a 
radiative jump to the normal state, for ®P 2 — > would mean A/ = 2, 
and ^Po — > '^Sq would mean a jump from J = 0 to / = 0, both of which 
are forbidden by the selection rules for J. Levels lying above the 
normal state out of which radiative transitions are impossible are 
called metastable’’ levels. An atom can stay in such a level for a 
long time if it is not disturbed by outside influences. It may even- 
tually be brought back into the normal state, however, by a collision 
of the second kind” [c/. Sec. 100(a), (c)], and it is presumably in this 
manner that the atoms in the ®P 2 and ®Po levels are eventually returned 
to their normal state. 

Contrary to the selection rule for S, that for L is pretty well 
obeyed. With values of L assigned as in the diagram, S terms com- 
bine only with P terms, P with S and P, and so on. However, a few 
weak lines, not shown on the diagram, have been observed corre- 
sponding to AL == 2. 

All of the transitions shown in Fig. 104 are in harmony with the 
selection rule for configurations. Only 1 electron changes its n and Z, 
and always AZ = ±1. 

The spectral lines can be grouped into series, if desired. Thus, 
within the smglet system, kll lines ending on the lowest ^So level form 
the smglet principal series. Only these and the line X ~ 2,536 A 
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<*au he obt^erved m absorption in mercury vapoi. Oi the lines ending 
on tlie lowest level, those originating trom hS terms form a shaip 
senes, those originating from terms, a diffuse series, just as in 
sodium; and so on. Similar senes can be picked out within the triplet 
system. It is really not very interesting to group the lines of such a 
complex spectrum into senes, however, especially when the ^^fine 
structure'' is as coarse as it is m the mercury spectrum. Thus the 
great spectral sextet of ultraviolet lines, X == 2,967 to X = 3,663, from 
the lowest to the lowest term, would constitute together the first 
"Tine” of the triplet diffuse series 

The student will recognize the lines ^Pi (X 5,791), ^Si ^P^ 

(X 5,461), and ^Si ^Pi (X 4,358) as the familiar yellow, green, and 
blue lines emitted from the mercury arc 

It may also happen that, when the atom is excited, both valence 
electrons are displaced into higher electronic states. A few levels 
ascnbed to the configuration have been discovered. 

Among other neutral atoms which have spectra similar to that of 
mercury may be mentioned helium; then the alkaline earths, beryllium, 
magnesium, calcium, strontium, and barium, and the close relatives 
of mercury, zinc and cadmium. Ions with similar electronic exteriors 
are C”^, A1+, Si+'^, Pb++ (the number of plus signs indicating the 
number of positive charts on the ion). 

A second subclass of atoms with two optically active electrons 
IS formed by those which, m their normal states, contain two s and 
two p valence electrons. In such cases the two s electrons usually 
(but not always) stay put, only the two p electrons being active 
Examples of such atoms are neutral carbon, silicon, germanium, 
tin, and lead. Furthermore, certain observed spectra of the same type 
have been ascribed to singly (positively) ionized atoms of nitrogen, 
phosphorus, and bismuth. 

141. Equivalent Electrons. — Hitherto, it has been assumed that 
all the electrons in a configuration have either different n's or different 
Z's. When 2 electrons have the same n and also the same Z, they are 
called by spectroscopxsts equivalent electrons. In configurations con- 
taining equivalent electrons, such as 5«^ or 5s7p^f certain LS terms that 
might otherwise occur are excluded through the operation of the 
exclusion principle. 

Consider, for example, the mmple configuration in helium, or 
in mercury. Four different combinations of the nl \ fi electronic 
states can be made for the 2 electrons; these may be indicated, in an 
obvious notation, as follows: 

(nOOK, nOOK), (nOO^, ^OO -- KL - K, ^OOK), 

(nOO - 3^, nOO ^ M), 
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where n == 1 for helium or w, — 6 for mercury. (All these states 
have i = 0 ) Since the total angular momentum is the sum of the 
orbital and spin momenta, the first and last of the four combinations 
suggest atomic states with Af = 1 or — 1, and hence, with / = 1 
But these particular combinations, in which both electrons are in the 
same electronic state, are ruled out by the exclusion, principle. Fur- 
thermore, the other two combinations differ only in that the 2 electrons 
exchange quantum states, and according to another aspect of the 
exclusion principle, as stated in Secs. 118 and 120(6), it makes no differ- 
ence which electron is in which state; thus each combination oinl\ fjLS, 
regardless of the order of these numbers, furnivshes just one quantum 
state for the atom as a whole. Hence we obtain out of the configura- 
tion under discussion a single atomic state, represented in wave 
mechanics by a single wave function This must be a ^So state, 
with L = S = M = J = 0. The ^Si set of three states, with If = 1 , 
0, or — 1, IS missing 

The same kind of reduction occurs for any closed subshell. When 
so many electrons are present with given values of n and of I that, in 
assigning them to different electronic states, every allowed value of X 
and fi must be used, only a single combination of electronic states is 
possible, and it can lead to only a single atomic state. This is neces- 
sarily a state with J = 0, since any other value of J requires the 
existence of several atomic states with different values of M Thus 
atoms whose electronic exterior is formed of closed subshells are neces- 
sarily in a ^So state. This conclusion is confirmed by the spectroscopic 
evidence, as a check of the table in Appendix III will show. 

In the simple example just discussed, the reduction in the number 
ot states happens to be in accord with the predictions of the vector 
diagram for LS coupling. In more complicated cases, some of the 
LS terms that are predicted by the diagram are themselves missing 
General rules can be given for determinmg which states are allowed 
for any given configuration containing identical electrons.^ All the 
J levels belonging to a given LS term always appear or drop out 
together 

142w Coupling. — The validity of LS coupling is limited to 

atoms that are not too heavy. As the atonoic number increases, 
the spin-orbit effects become rapidly larger; as a consequence, the J 
levels tend usually less and less to group themselves into LS multiplets, 
and the selection rules for L and S fail more and more Finally, in 
very heavy atoms the ^in-orbit effects tend to predominate over the 
residual dectrostatic effect over the part of the electrostatic effect 

1 White, C F , ^'Introdudion to Atomic Spectra/' 1934 
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that is not included in the central field). Then an approximation to 
another type of “coupling/’ known as coupling/’ occurs. 

This term has reference to an alternative path of approach in 
applying the perturbation theory. Let us ignore at first, not the 
spin-orbit effects, but the electTostatic repulsion of the electrons, except 
in so far as this repulsion is allowed for in the modified form of the 
central field. Let full account be taken of the spin-orbit effects. Since 
the spin magnetic moment of each electron reacts with its own orbital 
motion, independently of the other electrons, each electron can be 
assumed to occupy one of the n I j m electronic states that were 
described in Sec. 133. In each of these states there is a definite value 
of vO(i + 1) for the total angular momentum of the electron, 
and a value m1if2Tr for its component m the direction of a chosen axis. 

A quantum state for the whole atom is then specified by assuming 
a set of the nl j m quantum numbers for each of the N electrons in 
the atom 

rii h ji nil, n% h rn^, * • n^ In 3n rn>N (215) 

Electrons occupying closed shells may, however, be ignored provided 
these shells remain closed in all of the radiative transitions that are 
under consideration In developing the wave-mechanical theory, a 
wave function for the atom is then constructed out of the N correspond- 
ing electronic wave functions, in such a manner that it makes no differ- 
ence which electron is assigned to each of the electronic states. 

The energy of the atom, however, is independent of the m’s and 
depends, like the individual electronic energies, only upon the elec- 
tronic quantum numbers 

' nilijij ' UnIn-Jn (216) 

Let us choose for consideration only atomic states belonging to a 
particular configuration as specified by the still more limited array of 
electronic quantum numbers 

rii 1%, 712 Ifij ' ' ’ Un In 

Only the /s wiU vary among these states; hence, m discussing a single 
configuration, only the ^’s need be written down. The order in which 
the fs are written is important, however, except when two j’s refer 
to equivalent electrons; for each j is associated in general with different 
values of n or 1. The atomic energy will thm depend upon the values 
of the j’s. Thus the atonuc states composing the chosen configuration 
fall into groups, each characterized by a certain sequence of the fs 
and by a certain value of the energy. The energy level or term associ- 
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ated with each set of ^'s may be called a jj level, or term. The number 
of jj levels belonging to a given configuration cannot exceed 2^ ; for 
each 3 can assume at most 2 values, I + and I — This form 
of electromc coupling is known as '^33 coupling ; thejj terms correspond 
to the LS terms in LS coupling. 

In addition to the selection rule for configurations, there is now a 
selection rule for 3 : A 3 == 0 or ±1 The rules for j 3 coupling can thus 
be summarized in the following form: 

1. Only one n I j set of quantum numbers can change in a radiative 
transition — “only 1 electron jumps at a time 

2 For the jumping electron, 

A? = il, Aj == 0 or ± 1 

Each 3 j level contains numerous atomic states corresponding to 
different possible choices for the electronic These degenerate 



Fig 106 — Diagrams illustrating coupling for two nonequivalent electrons 


states can now be reconstructed so as to quantize, not the individual 
electronic momentum components, but the total angular momentum 
of the atom, in harmony with the general scheme described m Sec. 
130. In wave mechanics this is done by starting with atomic wave 
functions based on the n I j m electronic functions and making suit- 
able linear combinations of these. The new atomic states are char- 
acterized by quantum numbers J and M referring to the total angular 
momentum; but the energy, as usual, is independent of M. 

For a given JJ level the possible values of /, which must be integrally 
spaced, may be ascertained by constructing m the usual way a vectoi: 
diagram representing the addition of the various electronic j-vectors 
into a resultant /-vector, in analogy with the classical vector addition 
of the resultant angular momenta of the electrons to form the total 
vector angular momentum of the atom. Two cases, for a group of 
2 electrons, are illustrated in Fig 105. 
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In addition to the selection rules just stated, the usual selection 
rules then hold for J and M. 

In this way we obtain atomic energy levels that are characterized 
by (1) a set of pairs of values of n and Z, specifying a coiifiguration, 
(2) a sequence of values of the fs specifying a jj level or term within 
the configuration, and (3) a value of J. 

So long as the residual electrostatic repulsion is omitted, all J 
levels belonging to the same jj term correspond to the same atomic 
energy. When the full effects of electrostatic interaction are taken 
mto account, the J levels composmg a jj term become separated m 
energy, forming a jj multiplet. If the residual electrostatic repulsion 
is actually strong, it tends also to destroy the significance of the 
electronic quantum numbers n I j, and the associated selection rules 
tend to fail The quantum numbers J and ilf, however, and their 
selection rules, persist under all conditions, so long as the atom is free 
from external force 

A notation for the final energy levels in jj coupling is easily invented. 
Thus, analogous designations of a / level with / = 3 might be, in two 
alternative forms of coupling, 

LS 

{ui li n,v Zj^)(ji * • • Jn)zj Til li ' Uy 

An interesting example exhibiting the transition from LS to jj 
coupling is shown in Fig. 106 The relative positions of certain levels 
are shown for carbon (2 = 6), germanium (32), and lead (82), cor- 
responding levels being connected by dotted lines; and all transitions 
that are observed to occur between these levels in carbon and m lead 
are indicated by arrows. In silicon (14), the corresponding set of 
levels IS observed to be arranged much as in carbon, whereas tin (50) 
resembles lead in this respect. The number of closed subshells under- 
lying the active electrons is different in each case, but this difference 
IS immaterial to the relative arrangement of the levels. 

In Fig. 106, we note that the J value of any level remains the same 
in all three spectra; but m carbon the levels group themselves by their 
energy values mto good LS multiplets, whereas in lead they form jj 
groups, for which the j values are given fix parentheses. The observed 
radiative transitions as mdieated m the figure for carbon and for lead 
include all that are allowed by the selection rules. The student will 
find it instructive to verify this statement in detail and to note which 
lines occur with one form of coupling and not with the other. 

Many other examples of the same sort eoui4 he given. 
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For further information concerning complex spectra, the student is 
referred to special treatises on the subject ^ 

C Ge Pb J 



Fig. 106 — A transition from LS to 03 coupling. Within each multiplet of levels 
the spacing is drawn to scale, except that levels joined by a brace should be draw-n closer 
together The ranges covered by the levels, in cm “S are. carbon, 69,231.1 to 
90,878 3, 2p3s, 28,898 to 30,547, germanium, total range (term values uncertain), 
4p2, 16,367, 4p58, 2,568, lead, 30,365 to 59,821, 6p7s, 10,383 to 24,863. One 
wave length is given m angstroms, the other lines he in the ultraviolet. 

143. The Effect of a Magnetic Field on an Atom. — When an atom 
is subjected to the action of external forces j its quantum states are 
modified. States which were formerly degenerate, corresponding to 
the same energy, may be separated, so that the degeneracy is reduced 
The spectral lines emitted by the atom may consequently be split 
into several components. 

The most interestmg case of this sort is the Zeeman effect. In 
Sec. 40, Chap III, we discussed it in terms of classical theory, and 
we remarked that in some cases the predictions of classical theory are 
in agreement with experiment. Such cases are sometimes referred to 
as the normal Zeeman effect. More commonly, however, the observed 
pattern of lines is quite different from that prediced by classical 
theory; this is called the anomalous Zeeman effect. Some anomalous 
patterns are illustrated in Fig, 107. Such patterns are fascinating in 
their variety. 

Of cit.; Cr., “^Atomic %)e!Ctra and Atomic Structure/' 

1 ^ 37 . 
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No explanation of the anomalous effect was found until electron 
spin was introduced. Furthermore, m the modern wave-mechanical 
treatment of the Zeeman effect, there is, naturally, nothing closely 
resembling the electronic motion as described in the classical theory. 
Nevertheless, certain features of the classical picture still retain an 
interest, either because they are actually preserved in the new theory, 
or because they furnish a useful picture in terms of which the phenome- 
non can readily be visualized. 


2inc Single! 



Normal Tri|>lef 


Sodium Principal Doublet 



No field 


Weak field 


Anomalous Patterns 


Zinc Sharp Triplet 



Anomalous Patterns 

Fig 107. — Photographs of some Zeeman patterns in a weak magnetic field, viewed 
perpendicularly to the field The brackets show in each case the position of a normal 
triplet in the same field {From H E. WhitCj IrUroduction to Atomic Spectra ”) 


In the new theory, as in the old, the changes produced in the 
energy levels by a magnetic field can be regarded as resulting from the 
possession by the atom of a magnetic moment. Classical theory 
indicates that there should be a close relation between the magnetic 
moment due to motion of an electron in an orbit and the angular 
momentum resultmg from the same motion. It will be instructive 
to work out this relation. 

Suppose a particle carrying algebraic charge g revolves in a fixed 
circular orbit of radius a at a velocity v (Fig 108) Then it makes 
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v/(^Tra) revolutions per second and so is equivalent to a current I 
flowing around the same circle of magnitude 


I = 


2Ta 


It is well known that a current 7, flowing in any plane loop enclosing 
area A, is equivalent to a magnet placed with its axis perpendicular 
to the loop and having a magnetic moment 

lA 


(Here q and I are in electrostatic units, hence the factor 1/c) In the 
present case A — therefore, 

Iira^ qva 

The moment ju can be treated as a vector 
perpendicular to the plane of the orbit; let us 
write for it }^i. 

The particle will also have angular 
momentum about the center of the circle of 
magnitude 

Gi = mva, 

m being its mass. As a vector, the angular momentum, G^, is likewise 
perpendicular to the orbit 

Comparing these two equations, we see that the magnetic moment 
and angular momentum are related by the vector equation 



Fig 108 — Diagram il- 
lustrating the angular mo- 
mentum Gi and magnetic 
moment fxi due to a charge 
revolving in a circle. 



(217) 


This result, which is independent of a, can be shown to hold for motion 
in an orbit of any shape. If the particle is an electron with numerical 
charge c, we have q = —e and 




eGi 

2mc 


(218) 


Thus, for an electron, the vectors and Gj are oppositely directed. 

A similar expression must then be added for the effect of electron 
sjnn. According to classical electromagnetic theory, a sphere, uni- 
formly charged with electricity on its surface and set sp inning , behaves 
as if it were covered with electric currents and possessed a correspond- 
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ing magnetic moment; and, because of the momentum m the electro- 
magnetic field around it, it also possesses angular momentum (Sec 30) 
For the relation between its vector magnetic moment and its vector 
angular momentum Gs classical theory gives 



(219) 


where q/c is the algebraic charge on the sphere m electromagnetic 
units and m is its electromagnetic rest mass, due to the inertia of its 
electric field (c/ Sec. 36) For an electron this becomes 


\h = 



( 220 ) 


Comparing Eqs (218) and (220), we note that relatively twice as 
great a magnetic moment is associated with angular momentum of spin 
as with orbital angular momentum 

Now, there is no reason to suppose that the vectors and ys would 
necessarily have fixed directions for an electron in an atom If a 
magnetic field is present, however, the components of the orbital and 
spin momenta in the direction of the field will have certain average 
values, which we may denote by Gih and respectively. According 
to Eqs (218) and (220), this average momentum will be accom- 
panied by an average magnetic moment in the direction of the field 
of magnitude 

P - 9 ~ (Gih + 2Gsh) ( 221 ) 


(in which e stands for the numerical electronic charge). Or, if the 
atom contains more than 1 electron, its magnetic moment in the 
direction of the field will be 

^ ^ 2^X (222) 

the S indicating a summation over all of the electrons in the atom. 

These same expressions for /t are given by wave mechanics. The 
occurrence of a magnetic moment associated with spin follows from 
the Dirac relativistic equation in much the same way as does the 
angular momentum of spm (Sec 117). The quantum-mechanical 
definitions of the averages are 

Gm — !\p*GiHrpdqj Gas = 

Giff and Gas m the integrals standing for certain operators and for 
the complex conjugate of tihe wave function tjhq int^rations are to 
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be extended over all values of the coordinates of all electrons in the 
atom 

In passing, it may be remarked that in Eq. (222) we have the wave- 
mechamcal basis for the treatment of paramagnetism and diamagne- 
tism Paramagnetism is ascribed to a tendency of an atom to occur 
more frequently in those quantum states in which it has a magnetic 
moment in the direction of the magnetic field than in states in which 
the moment is opposed to the field. Diamagneitsm results from a 
slight modification of the properties of the quantum states themselves, 
by which a slight additional magnetic moment is produced, always in a 
direction opposed to the field, in accordance with Lenz^s law. Ferro- 
magnetism is a more complicated phenomenon, believed to be due to a 
lining up of electronic spins in different atoms under special conditions. 

Here, however, we are interested chiefly in effects upon the atomic 
energy levels In classical theory, a magnet of moment Af in a uniform 
magnetic field H behaves as if it possessed a potential energy of 
magnitude 

-AfHcos(M,H), 

the symbol standing for the angle between the directions of 

M and H The product M cos {M,H) can also be regarded as repre- 
senting the component of the moment in the direction of the field. 
Similarly, wave mechanics indicates that the effect of the magnetic 
field upon an atomic energy level is to change the energy by the amount 

Wh= -m = 

by Eq. (222). If the field H is not too strong, a sufficiently accurate 
value oiWu can be obtained by using the values of Gm and G^h that 
belong to the various quantum states in the absence of a field. 

The ideas and equations thus developed are adequate for an 
understanding and visualization of the theory of the Zeeman effect. 
It may be mstructive, however, to investigate a little further the 
nature of the magnetic energy Ws due to the classical motion of an 
electron in an orbit. The student who prefers to do so can omit the 
next section entirely without embarrassment in reading the rest of the 
book. 

144^ Classical Theory of the Magnetic Energy. — ^The change in 
the energy of a revolving electron due to the presence of a magnetic 
field cannot be of the nature of an ordinary potential energy, for the 
force exerted by the magnetic field upon the electron acts always 
perpendicularly to its velpcifiy and so never does any work upon it. 
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If, therefore, owing to some change in conditions, the energy decreases, 
this decrease must occur in the kinetic energy of the electron (Actu- 
ally there is also a reaction on the magnetizing system itself, but 
further study shows that this can be left out of consideration ) 

To take a definite case, suppose an electron is revolving in a 
circular orbit of fixed radius n, under the action of a force directed 
toward a fixed center {cf Fig. 108) Let a magnetic field of H oersteds, 
perpendicular to the plane of the orbit, be created very slowly If 
there were a conducting wire lying along the orbit, there would be an 
induced electromotive force in this wire of magnitude 


According to the elementary definition of e m.f., this means that work 
of amount -€e/e will be done on the electron every time it goes round 
the orbit, — e/c being its charge in electromagnetic units This work 
must be done by a force acting on the electron. Hence, if F is the 
average component of this force in the direction of the motion, we have 
for the work done in a revolution 


P X 27ra 


c 



dt 


eadH 
2c dt 


The average moment of force about the center, on the other hand, is 
aP; and this must be equal to the rate of change of the angular momen- 
tum Gih about an axis parallel to the field. Thus 

dGiH _ ea^dH ^ 
dt 2c dt ' 

and, integrating, we have for the whole angular momentum imparted 
to the electron during the creation of the field 

AOih = (224) 


Two cases may now be distinguished. 

If in the beginning the electron had no angular momentum, and 
hence also no orbital magnetic moment, it acquires angular momentum 
of magnitude AGis as given by Eq. (224), and also, by Eq. (218), a 
magnetic moment 
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A similar expression is obtained from wave mechanics for the magnetic 
moment developed in an atom, when it is in a given quantum state, 
by the application of a magnetic field 


where is the average of the square of the distance of any electron 
from an axis drawn through the nucleus parallel to the field, calculated 
as are the quantities Gih and Gse that occur m Eq. (221), and 2 indi- 
cates summation for all electrons in the atom. This added magnetic 
moment, necessarily opposite in direction to the field, gives rise to the 
phenomenon of diamagnetism. 

The electron is also given a certain amount of kinetic energy, but 
this is proportional to and hence is easily shown to be negligible, 
in the classical analog of actual atomic cases. 

If, on the other hand, the electron is already revolving, then, 
although the same changes in momentum and moment occur, they 
are in actual cases small as compared with the initial values A 
change in the kinetic energy now occurs, however, that is of the first 
order in H, Let us denote the angular momentum about the direction 
of H by Gi, taking it to be positive, as is Mji, when the associated rota- 
tion IS clockwise to an observer looking in the direction of the magnetic 
field Then, since |Gzl = mva, the total kinetic energy of the electron 
is 



= 9lS^. 

2ma^ 


Thus, when the angular momentum is changed from Gm to Gm + AGih, 
Gih now standing for the initial momentum, the kinetic energy is 
increased by 

AK = — Gis\ = \ • 

Here the last term is of the second order in H and is negligible Hence, 
using (224), to the first order in H 


AK = 

2mc 

AK may be positive or negative according to the sign of Gih. 

Comparing the value just found for AK with the first term on the 
right m Eq. (223) with the 2 omitted (for one electron), which repre- 
sents the change in energy due to the field and may be denoted by 
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WiH, we see that Fih = AA'. Thus Wm is accounted for m classical 
theory by the change that occurs in the kinetic energy of the revolving 
electron during the introduction of the magnetic field. 

In obtaining this result, we supposed the plane of the orbit to 
remain fixed in position while the field vaned. The same results are 
obtained, however, if, instead of creating the field, we rotate the plane 
of the orbit from a position parallel to the field into a position per- 
pendicular to it. Furthermore, the results are readily shown to hold 
for an orbit of any shape 

In developing the older quantum theory of the Zeeman effect, 
the method just described for finding Wm was especially advantageous 
because it obviated all doubt as to the proper conditions for deter- 
mining the allowed quantum states in the presence of a magnetic 
field. For it was accepted as a general principle that, if a system is in 
a certain quantum state to begin with and if the external conditions 
are changed very slowly, the system must remain in an allowed 
quantum state; whatever state it passes into must, therefore, be an 
allowed state under the new conditions. This principle, knoivn as 
Ehrenfest’s adiabaUc -priTictple, holds in wave mechanics as well. 

The Bohr quantum states for a 1-electron atom subject to a 
magnetic field are more simply described, however, from a distinctly 
different pomt of view, which lies much closer to the classical picture 
of the Zeeman effect. For this purpose we make use of a celebrated 
theorem due to Larmor, which for our purposes may be stated in 
the following form: Given a system of electrons describing orbits, 
however complicated, around a nucleus located at the origin of a 
set of coordinate axes to which the motion is referred. The behavior 
of the system when subjected to a magnetic field H may be descnbed 
by saying that, neglecting small quantities of second order and higher, 
the electrons retain their original motions with respect to the coordi- 
nates, but by the action of the field the whole system, electrons 
and coordmate axes, is given a rotation about an axis parallel to the 
field and passing through the nucleus, the angular velocity of the 
rotation being^ 


= ^ 
2mc 


(226) 


(e = numerical charge and m = mass of an electron, c = speed of 
light). This rotation is called the Larmor precession. 

1 Labmoh, “iEther and Matter,” p. 341, Cambridge University Press, London, 
1900 See also Rtjabk and Ubet, “Atoms, Molecules and Quanta,” p 769; 
Jeans, “Electncity and Magnetism,” P- 506. 
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In view of this theorem we should expect to find the electron 
executing the same Bohr orbits relative to a frame of reference under- 
going the Larmor precession as it does relative to a fixed frame m the 
absence of the field. It is easily shown that this assumption leads to 
the correct value for the energy 

The Larmor precession has no effect upon the potential energy of 
the electron. To find the resulting change in the kinetic energy, let 
us resolve the velocity of the electron at any instant into three rec- 
tangular components, of which one, Vij is perpendicular both to the 
magnetic field and to the radius drawn from the nucleus to the electron. 
Only this component of the velocity is affected by the precession ; and it 
is also only this component that contributes toGiHj the angular momen- 
tum about the direction of the field The precession adds to Vi a 
component of velocity 72coi, R being the perpendicular distance of the 
electron from a line drawn through the nucleus parallel to H. The 
change in kinetic energy is, therefore, 

AjRl == Ro^l^^ — 2 ^ 1 ] = M {ViRo>l *4" 

But 

Gih = TUViRf /. AGih = TiiRAvi = itiR^coi. 

Hence, 

GibAGik •+■ ^ {AOibY ‘ 

This is obviously a generalized form of the first expression obtained 
above for AK, which was shown to represent the effect of a magnetic 
field upon the energy. 

We are now fully prepared for a discussion of the Zeeman effect 
on the basis of quantum theory. 

146. Zeeman Effect in a Huge Field. — The simplest type of Zeeman 
effect should be produced m a field so strong that complications due to 
all other sources can be ignored. Such a field we shall call “huge.^^ 

Consider first 1 electron in a central field, of Coulomb type or 
otherwise, upon which is superposed a uniform magnetic field H. 
Let us take an axis parallel to the magnetic field in constructing elec- 
tronic quantum states charactenzed by the quantum numbers nl \ ^ 
(Sec. 118). When the electron is in one of these quantum states, its 
component of orbital angular momentum about the axis, Gm^ and its 
component of spin momentum, have respective magnitudes 

Gib - 5 ^, Gsb - 

Substitution of these values for §ib and Osb in Eq. (223), in wfhich we 
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omit tlie summation sign because we are dealing here with a 1-electron 
atom, gives the change in the energy of the electron due to the presence 
of the magnetic field. Adding W o, the energy when the field is absent, 
we thus obtain for the total energy 

W = Wo + + 2n)H (227) 

(e being here the numerical electronic charge). 

The coefficient occurring in this formula, 

= 0.926 X 10“2° electromagnetic c g s. unit, 

47rmc 


TiTo 


/ 

/ 
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ju X+2/J, 
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represents a natural unit of magnetic moment and is called the Bohr 
magneton. It is equal to the classical magnetic moment due to an 
electron revolving in the smallest Bohr orbit for hydrogen, with angular 

momentum h/2Tr. The magnetic 
moment of an electron due to spin 
is also a whole Bohr magneton; 
for, although the angular momen- 
tum of spin is only half a unit or 
V^TT, the magnetic moment, as we 
have seen in Sec. 143, is relatively 
twice as large. An electron m the 
quantum state number nl \ g. has 
thus a magnetic moment about 
the axis of (X + 2ju) Bohr mag- 
netons. Here X + 2/x is always 
integral since and X is 

an integer or zero. 

From Eq. (227) we see that 
the magnetic field splits the single 
original level with energy TTo into 
several magnetic levels, each char- 
acterized by a value of X + 2/i. An example is illustrated in Fig 109. 
Since X + 2/4 will obviously take on all integral values from Z + 1, 
when X = Z and /x == K, down to — (Z + 1), when X == —Zand /x = — 
there are in general 2Z + 3 magnetic levels in all; if, however, Z == 0, 
there are only two levels, with X + 2/x = ±1 All of the levels 
except the upper two and the lower two are double. The levels are 
egually spaced, the difference in energy between successive ones being 


0 2z / 
( 0 ) 

0 -/ 


Fig 109. — Energy levels for 1 electron 
in a huge magnetic field (The levels 
for 1=0 are atypical in that the middle 
one is missing ) Transitions giving rise 
to the same v are bracketed 


— — — JET 
4armc 


( 228 ) 
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The cause of the separation of the levels can be visualized, if 
desired, with the help of a vector diagram similar to that used for the 
angular momentum. Let a vector of length I be drawn from a fixed 
point in such a direction that its component along a line parallel to 
the field is X; from another fixed point let 
another vector of umt length be drawn 
either parallel to the field or opposed to 
it (Fig. 110). Each pair of positions of 
these vectors then represents one of the 
quantum states characterized by X and 
/i. The vectors can be regarded as rep- 
resenting magnetic moments due to 
orbital motion and to spin, of respec- 
tive magnitudes Z and 1 Bohr magnetons, 
the directions of these moments being 
opposite to those of the vectors because of the negative charge on the 
electron 

Consider now transitions between two such sets of energy levels. 
We may write Eq (227) for the two sets thus: 



W' - WS + 


eh 

Airmc 


(V + 2/)F, 




As selection rules we have, besides Al — ±1, 

AX = 0 or ±1, Am = 0. 

For comparison with other cases we may note that these rules require 
also that 

Am == 0 or ± 1, (229) 

where m = X + m and represents, in units of h/2m-, the total component 
of angular momentum in the direction of the field. 

Calculating frequencies as (TF' — W'')/h and writing 
(W^o - TF^) ^ , 


for the frequency of the line eroitted in zero field, we find just three 
possible lines when the field is present: 


AX = 0: 

o 

11 

(tt) 

1—1 

1 

II 

V- VO + / H 

Airmc 

w 

AX = 1; 

^ IT 

V — Vo — -z H. 
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Each of these lines results, in general, from several different jumps, 
so that it might be described as consisting of several lines superposed. 
An example is illustrated in Fig 109, already mentioned The student 
will find it instructive to construct a similar diagram for transitions 
between levels \nth 1 = 2 and 1=1 

Comparing these results with those obtained from classical theory in 
Sec. 40, we see that we have here exactly the classical triplet Accord- 
ing to further conclusions from wave mechanics, even the polarization 
features should be the same as those deduced from classical theory. 
The undisplaced line, corresponding to Am = 0, should be polarized 
with the electric vector in a plane parallel to the magnetic field, and 
it should be invisible when the radiation is viewed longitudinally 
(i.e , in a direction parallel to the field) ; such lines are called x lines 
{le, “parallel” as to polarization) or, sometimes, p lines. The 
other two lines, when the radiation is viewed transversely, should 
be plane polarized with the electric vector perpendicular to the 
magnetic field, whereas, when viewed longitudinally, they should be 
circularly polarized with opposite directions of rotation, as in the 
classical case; such lines are called <r lines (from the German “senk- 
recht” = perpendicular) or, sometimes, a lines. A Zeeman triplet 
agreeing thus in all respects, even in spacing, with the classical theory 
is called a normal triplet An example is shown in Fig 107 

Concerning the relative intensity of the lines, wave mechanics makes 
the following predictions. Suppose all of the initial quantum states 
are excited equally, i e., equal numbers of atoms are thrown into each 
of these states per second by the process of excitation. Under these 
conditions, the two <r lines will each be half as bright as the central 
X line, as seen transversely to the magnetic field; whereas, the cr lines 
will be twice as bnght when viewed along the field as they are when 
viewed transversely. This latter result is easily seen to be in agree- 
ment with the classical theory of the Zeeman effect; each circular 
motion is equivalent to two bnear vibrations at right angles to each 
other, but, in the transverse direction, radiation is received from only 
one of these, the one that lies in the line of sight being invisible. Fur- 
thermore, as much hght is polarized in one way as in the opposite 
way, so that on the whole the emitted radiation is unpolarized; and 
the total intensity is equal in all directions 

The quantity eH/ (4xmc), representing the separation in frequency 
of each outer line from the central line in a normal triplet, is often 
called a Lorentz unit, symbol L, Measured in waves per cm , its 
value is 




B = 4.67 X lO-sjET cm.-^ 


(230) 
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l''hus, the normal sepaiation is 4 67 X 10~*^ cm.“"^ per oersted We 
note that L does not contain Planck^s constant /i. It is because of 
this circumstance that classical theory gave correct results for certain 
eases of the Zeeman effect. 

Up to this pomt, we have completely neglected the spin-orbit 
interaction The effect of this interaction^ when the magnetic field 
IS very intense, is to shift the levels somewhat, in such a way as to 
separate slightly in energy those quantum states which have the same 
value of X + 2/x but different values of m == X + ju. For example, 
states with X = 1 and n = — and with X = — 1 and ju — H 
have X + 2jLt == 0 and so fall together if the spin-orbit effect is omitted 
entirely; but m = 3^ for the first and m == for the second, so 
that the energy levels for these two states are in reahty slightly sepa- 
lated because of the spin-orbit effect. The number of lines in the 
Zeeman pattern is thereby increased, but, so long as the field is suflS- 
ciently intense, the lines fall into three groups in the approximate 
positions of the normal triplet. 

Experimental confirmation of these conclusions from the theory is 
not extensive for 1-electron atoms, because very intense fields are 
lequired. However, the first three Balmer lines of hydrogen were 
observed as approximate normal triplets by Paschen and Back in a 
field of 26,900 oersteds.^ The fine structure due to the spin-orbit 
effect was not resolved, but it was presumably responsible for the 
broadness of the observed lines. 

On an atom containing more than 1 electron^ the effect of a huge 
magnetic field is to split each energy level TFo for zero field according 
to the more general equation 

W = Wo + 4 ^ [S(^ + 2m)] H, (231) 

which constitutes an obvious generalization of Eq. (227), here the 
summation extends over all electrons m the atom. The normal 
triplet occurs as with 1 electron, since only 1 electron can jump at a 
time The selection rules now include the rule that 

Ailf = 0 or ± 1, (232) 

where M = S(X + m) and denotes the total component of angular 
momentum in the direction of the field. 

To obtain a good approximation to this type of Zeeman pattern 
with an atom containing more than 1 electron, the magnetic field 
must be so strong that it swamps all other influences except those 
for which allowance is made in the central field. The necessary 

1 Paschen and Back, Ann. d. Physik, vol. 39, p. 897 (1912) 
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strength runs to millions or even hundreds of millions of oersteds, 
so that Zeeman patterns of this type cannot be observed at present. 

146. Zeeman Effect in a Weak Field. — The Zeeman effect is com- 
paratively simple when the magnetic field is either tremendously large 
or extremely small. It will be convenient to take up next the case of a 
field, i.e j a field weak enough so that the Zeeman splitting 
is smaU as compared even with the separations in the ordinary fine 
structure. In such a field, / is a good quantum number and the 
effect of the field is merely to separate the states of different M that 
compose each J level. 

According to Eq. (223), the effect of a magnetic field upon the 
energy is determined by the average values of the electronic orbital 
and spin momenta in the direction of the field. The most important 


Wff gM 



(ct) - •2g ^ 

Fig. 111. — Diagram illustrating (a) vector addition in a magnetic field and (6) the 
separation of the magnetic levels in a weak field. 


results obtained from wave mechanics m regard to these average 
values can be inferred readily from an appropriate vector diagram 
interpreted semiclassically, in analogy with the treatment of the 
spin-orbit effect in Sec. 133. We may think of the various electronic 
angular momenta as added together vectorially into a resultant vector 
angular momentum; and this may be represented m a certain sense 
by the addition of the electronic L and 5-vectors into a resultant 
/-vector, in analogy with similar operations in Sec. 137 [see Fig. 

The components of the Z- and 5-vectors perpendicular to J 
may be thought of as averaging zero, as in Sec. 138, since the diagram 
could be revolved around J without affecting the /-vector. Thus, in 
the average, only components parallel to / will remain effective; and 
the projection of these components on the direction of the magnetic 
field H will then represent the average values of the components of 
the electronic momenta in the direction of the fijeld. 



Sec 146] 


ZEEMAN EFFECT IN A WEAK FIELD 


379 


Now the projection of any vector that is parallel to J upon the 
direction of H is proportional to cos d, where 6 is the angle between J 
and i?, since J is of fixed length. Furthermore, in a companson of the 
various quantum states, cos d is proportional to the component of J 
along H, and hence to the quantum number ikf. Thus the average 
components of the orbital and the spin momenta of any electron in the 
direction of H, which have been denoted by Gin and GsSj respectively, 
should both be proportional to M; and we may write, in terms of 
constants of proportionality gi and 


and 


Mh Mh 

ijriH = ~ 


y Gi„ + 2y g.h = 








(233) 


where g\ and g% are constants of proportionality (independent of M), 
and ^ = 2^1 + 22 ^ 2 , S indicating summation over all electrons in the 
atom 

Substituting the value given by (233) for the quantity m paren- 
theses m Eq. (222), we have for the magnetic moment of the atom in 
the direction of the field, when it is in one of the M states, 


M = 


47rmc 


gM, 


(234) 


Making the same substitution in the expression given in Eq. (223) 
for the energy, and adding Woj, representing the energy for the J level 
in the absence of a magnetic field, we have for the energy 

ph 

WjM = Woj + (235) 


(Here, as usual, e stands for the numerical electrohic charge ) 

The last equation shows that the “magnetic” states composing a 
given J level and corresponding to different values of M become separated 
and equally spaced in a weak magnetic field, but the spacing differs from 
that corresponding to classical theory, as represented by Eq (231). The 
value of the factor g may vary from one J level to another. It is 
often called the LandS splitting factor or ^-factor. The splitting 
can be visualized by means of an obvious modification of the vector 
diagram, as in Fig 111(6), where vectors are drawn of length gj 
instead of J 

A more convenient equation for spectroscopic purposes is obtained 
we (hvide all energies hj he so as to express them in equivalent 
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wave numbers At the same time, let us introduce the Lorentz unit 
defined above, 

I = = 4 67 X 10-^ H cm.-\ (236) 

representing the normal separation of either v line from the x line. 
Then (235) becomes 

^jir = 1^0/ + gML. (237) 

For the values of ^j.\f corresponding to two different J levels, we 
may then write 

l^oj' + g'M'L, Vt'oj" + g”M"L 

Subtracting these two expressions, we have for the frequencies of 
the Zeeman lines between the twm J levels, all of which ivould coalesce 
into one line if the magnetic field were absent: 

p = p, + (^'M' - g”M")L, (238) 

where Po = # 0 /' — l^o/" and represents the frequency when H - 0. 
If J' , J" are the corresponding values of J for the two levels, m 
Eq (238) M' takes on integrally spaced values from —J' to J', and 
M" from - J" to J", subject only to the selection rule 

AAf = If " - if' = 0 or ± 1 

As in Sec. 145, transitions in which Aif = 0 give rise to x lines; those 
in which Aif = ± 1, to v lines. The arrangement of the components 
into which a spectral line is split by a magnetic field is called the 
“Zeeman pattern” of the line 

All observed Zeeman patterns in weak fields are found to agree 
with Eq. (238) if suitable values of g' and g" are inserted in it. If 
g' g", the observed Zeeman pattern leads to a knowledge not only 
of g' and of g” but also of the values of J for both levels, since the 
number of magnetic states for given J is 2J + 1. (The student 
may be interested to invent a method for inferring values of J and g 
from such observations ) Thus, the Zeeman effect is of great utility 
in the analysis of spectra. A mathematical description of the anom- 
alous Zeeman effect, in terms of an equation equivalent to (238), 
was worked out emphioally by Landd before the discovery of wave 
mechanics. 

To calculate a theoretical value of p requires, in general, a knowledge 
of the wave functions for the atom. Ij LS couphng occurs, however, 
wave mechanics fumisb^p a simple general formula for p; and it 
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happens that this formula can be inferred by resorting again to the 
vector diagram 

For this purpose we draw the diagram in fuller detail than in Sec 
137, so as to represent the addition, (1) of the electronic Z-vectors into 
a resultant L-vector and of the electronic ^-vectors into a resultant 
5-vector, (2) the addition of L and S into a resultant J; and (3) the 
projection of J on an axis in the direction of the magnetic field H. 
See Fig 112, which is drawn for 3 electrons, with h — 0. This 
procedure represents in a certain sense the vector addition of the 
electronic orbital and spin angular momenta into separate resultants 
and then the addition of these orbital and spin resultants into the 
total vector angular momentum. The 
magnetic effect is then determined by 
the average values of the projections of 
the electronic Z- and 5-vectors on the 
direction of H, which we shall calculate 
indirectly. 

An argument similar to that used in 
deducing the LS multiplet spacing in 
Sec 138 indicates that the components 
of the Z-vectors perpendicular to L will 
average to zero, when all possible azi- 
muths about the L-vector are considered 
The sum of the projections of the /-vec- 
tors on H is given, therefore, by the pro- 
jection of the sum of their components 
along L, which is just L itself. The 
component of L perpendicular to J then similarly averages to zero, 
so that only the component of L along J is to be used; and this is then 
to be projected in turn on H. Thus it comes about that the sum of 
the average projections of all /-vectors on H, which may be denoted 
by SZ/f, has the magnitude 

2Z;f = Lcos0i,cos^ 

where 6l is the angle between L and J and B is the angle between J and 
H, Similarly, the sum of the average projections of all 5- vectors on 
is 

Zsm = 5 cos 0s cos 0 

where 6$ is the angle between S and /, But, by geometry, J cos 6 — M 
and 



Fig. 112 — Diagram illustrat- 
ing LS coupling in a magnetic 
field H. 


2JL OQS et. = J^ + L^ - 2JScob ^ IK 
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Hence 

X'' ■ + i" - S’). W’ + S’ - 

Now the vector diagram represents angular momenta in a certain 
special way The average components of electronic orbital and spin 
momentum in the direction of H will be, respectively, 

X ^ iX X ^ iX 

but the squares of the momenta, m units of h^/Air^, are given, not by 
J“, L^, S^, but by J(J + 1), L(L + 1), + 1) (see Sec 137). 

Making corresponding changes in the expressions just found for SZ^r 
and SZs and then substitutmg in (239a,Z>), we obtain 


1) + 1) + S(S + 1) — L(L + 1)] 

Mh[ ^ , J(J + 1) + S{S + 1) — L{L + I)"! 
“^L 2J{J + 1) J 


Comparing this with Eq. (233), we see that, in case L3 couplmg is 
valid, 

, , J(J- + 1) + SiS + 1) - L(L + 1) 
p = 1 + mr+T) 


(240) 


Theoretical formulas for g in case jj coupling holds can also be 
worked out ^ To calculate g from theory in other cases is more 
difficult 

The values of g inferred from observation agree, in general, fairly 
well with the theoretical formulas whenever the coupling is shown by 
other considerations to approximate to the type assumed. 

147. Zeeman Patterns of LS Multiplets in a Weak Field. — Equa- 
tion (238) shows that the splittmg of a spectral line in a weak field 
will depend upon the values of g for both of the levels involved. A 
wide variety of patterns is possible. Since the various component 
lines of an LS spectral multiplet arise from levels varying in the value 
of /, these levels will also have different g values, in general, and the 
lines of the multiplet will, therefore, exhibit different Zeeman patterns. 
Corresponding lines in the spectral terms of the same senes, however, 
should exhibit the same type of pattern, for such lines have a common 
final level, and their initial levels have the same /, S, and L, and hence 
the same value of g This conclusion from the theory is in agree- 
^ Cf White, op cii. 
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ment with observation; it is known as ^'Preston's rule/^ having been 
discovered empirically by Preston in 1898. Preston^s rule is some- 
times of use in deciding what lines belong together m a senes. 

The following particular cases deserve comment 
(a) = 0. If ^ = 0 both for the initial and for the final 

state, we see from Eq. (238) that the line is not split at all in a weak 
field Such cases can arise in several ways. Every level with J = 0 
can he supposed to have g = 0, Actually, in Eq. (240) the fraction is 
indeterminate; but liJ = 0, there is only one magnetic level, hence no 
splitting of the J level; and the single level with If = 0, by Eq (235) 
is not even displaced in a weak field. It is customary to write g = % 
when/ = 0, but it seems simpler ]ust to write fir == 0. A jump between 
two levels both having / = 0 is excluded, to be sure, by the usual selec- 
tion rule; but it can also happen that fir = 0 when J 5^ 0, e fir , for a 
level (/ = y 2 ,S = = 2)oraSFi(/ = 1,S = 2,L = 3). A 

line of the type ^Fi ^Dq should, therefore, show no Zeeman effect at 
all This is confirmed by experiment (e g , the line X = 5,713 A in the 
arc spectrum of titanium) 

(&) = g^' — g ^ or if J — 0 for one level only and 5^ 0 

for the other, the Zeeman pattern is a triplet For, if / = 0 for the 
second level, in Eq. (238), M'^ = 0 and 

y = + g'M'L 

Since ilf ' — ilf " = 0 or ± 1, Jf ' = 0 or ± 1 here, and three lines are 
obtained Again, if both levels have the same fir 0, 

Po + g(M' - ilf'Oi; 

the selection rule for ilf gives again three lines, although in this case 
some of the lines arise each from several different atomic transitions, 
as in the huge-field effect. The outer or <t lines are displaced a dis- 
tance gL from the central t line. 

If also g — ly the triplet is a normal one (Sec. 145), spaced as in 
classical theory. The value fi' = 1 always occurs when >S = 0, so that 
/ = L. Thus all lines in a singlet spectrum exhibit the normal Zeeman 
effect in a weak field. An example is the singlet spectrum of mercury 
(Sec 140), or the singlet zinc line shown in Fig. 107. In singlet levels 
the electron spins are opposed and so produce no magnetic effect, 
whereas the orbital effect by itself produces the classical pattern, as 
we found to be the case in a huge field (Sec. 145). Zeeman had the 
good fortune to succeed first in resolving the components m singlet 
lines, e.g,, in the spectra of zinc, cadmium, or tin. 
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A few of the theoretical values of g for LS levels are shown m 
Table A^II, Some typical spectral patterns, as predicted by the 
theory, are shown in Fig. 113. All but one are examples of the 
anomalous Zeeman effect. The lengths of the vertical lines as drawn 
indicate the relative theoretical intensities of the spectral lines as 


T.iBLE VII. — The LandjS Sputi'ing Fa-gtoe g for LS Coupling 
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seen in a direction perpendicular to the field, which are usually in 
agreement with experiment, t lines are drawn above, a lines below 
the horizontal axis. Three dots indicate the normal triplet in the 
same field. In each case the two J levels involved m the transition 
are indicated. 
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Fia 113 — Some Zeeman patterns for LS coupling m a weak field Heights of 
lines indicate roughly the lelative intensities of the lines x lines are drawn above, 
<r lines below The three dots indicate the iiosition of the normal triplet in the same 
field 


The student will find it instructive to check the spacing from the 
formulas in a number of oases. Other diagrams of the same sort are 
shown in H. E. White’s book ^ 

To illustrate the use of the theoretical equations, consider the 
familiar D lines of sodium, whidi anse from transitions of the type 


Op nt , pp 161, 222 
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and -Pi,j ^ , For the state, we insert in Eq. (240) 

J = ^4^ S — == 1) obtaining 


^ = 1 + 


r2(H + i) + H{}2 + i) - 1(1 + 1 ) 
2 X mn + 1) 


4 

3' 


Since M may take on any one of the four values ?2, 3^, gM 

in Eq (235) or (237) may have any one of the four values 


The level ^P>4 is thus split into four magnetic levels removed from the 


MgM 



-4 -2 2 4 -S -3 -I J 3 S 


J 3 

Fig 114. — Weak-field Zeeman effect for the Z> lines of sodjium The same scale is 
used for all of the Zeeman separations, also foi the theoretical relative intensitn^ of the 
component lines as shown by the relative heights of the lines as drawn. The position 
of the normal triplet m the same field is shown by three dots. 


position of the level in zero field by gM Lorentz units or gML cm 
Similarly, the state ^P>§ is split into two levels for which 


.- 14 - + 1 ) + + 1 ) - 1(1 + 1 ) ^ 2 

^ 2 X H(H + 1) 3’ 


gM + i; 


and the level is split into two with 

, 1 , + 1) + K(K + 1) 

g _ 2 X + 1) 


2 , 


gM == ±1. 


Figure 114 shows these levels, and also the transitions between them 
that are allowed by the selection rule Aifcf = 0 or ±1. The resulting 
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line patterns are shown at the bottom of the figure. The expected 
displacement of each component line from the position for zero field is 
calculated, in Lorentz units, by subtracting the two gM values; e g , 
for the left-hand a- component of we have — % — 1 = — % 
Lorentz units, which is shown below the line in an obvious notation. 
Further explanation is added below the figure. 

We note that JDi or should be resolved into four com- 

ponents, two TT lines (Aikf = 0) polarized parallel to the field and two 
(T lines {AM = ± 1) polarized perpendicularly. or 
should be resolved into six components of which the outer four are 
a lines, A glance at the photograph in Fig. 107 shows that the theo- 
retical predictions are confirmed by experiment, as to the patterns 
themselves, and at least roughly also as to intensities. Examination 
of the lines through a Nicol prism shows that the polarizations also are 
correctly predicted. 

148. The Paschen-Back Effect. — In the discussion in the last two 
sections the emitting atom has been assumed to be in a ''weak'' 

O2 

I 

llldcrrT^- J 

, . , . , 1 1 ill 1 1 

-188-093 093 188 -235-L41-047 047 141 VS 

Fig. 115 — Relative separations of the D hnesof Na(ll) and their Zeeman components 
in a field of 30,000 oersteds. 



magnetic field. The term ^^weak'' is, of course, relative, since fields 
in excess of 10,000 oersteds are usually necessary to produce observable 
Zeeman patterns. A magnetic field is said to be ^'weak^' (or strong) 
according as the separations of the Zeeman components of each of the 
several lines of a multiplet group are small (or large), compared with 
the separation of the lines of the multiplet from one another. Figure 
115, for example, shows diagrammatically to scale the D lines of sodium 
with their respective Zeeman patterns in a field of 30,000 oersteds 
The Zeeman separations are seen to be small compared with the separa- 
tion between Di and D 2 . For the D lines of sodium, therefore, a field 
of 30,000 oersteds is a “weak’’ field. 

Consider, however, the Zeeman effect in lithium. The separation 
of the two components of the first line of the prmcipal series^ is of the 
order of 0 3 cm.“^ A field of 30,000 oersteds would be expected to 
produce Zeeman separations several times larger than this doublet 
^ gee Table V, p 338. 
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separation [according to (230), if J? = 30,000, L = 1 4 cm."’^]. For 
lithium, therefore, a field of 30,000 oersteds is a ^^strong’^ field. 

It was found by Paschen and Back^ that, whatever the Zeeman 
patterns of a given LS multiplet of lines may be m a weak field, the 
Zeeman pattern of the group as a whole in a strong field always approxi- 
mated a normal triplet. The transition from weak to strong field is an 
interesting phenomenon, exhibiting the following stages. As the field 
is increased to such a pomt that the magnetic levels into which one J 
level is split begin to approach those belonging to another J level, 
departures from the weak-field arrangement of the lines begin to occur. 
As the field increases further, magnetic sublevels that differ both in 
J and in M may cross one other. Eventually, when the field has 
become strong enough, the magnetic levels are observed to group 
themselves more or less closely into a set of equally spaced composite 
levels, and the spectral pattern then approximates a normal triplet; 
te have then the case of a huge field as described in Sec. 145. 

The transition from one type of Zeeman effect to the other is 
accompanied by changes in the angular momenta. As long as the 
field is weak, the resultant orbital momentum and the resultant 
spin momentum remain added approximately into a resultant momen- 
tum of fixed magnitude, characterized by a certain value of the 
quantum number /. As the field grows stronger, however, this 
coupling is progressively broken down, and eventually, in a strong 
field, it disappears. Then A and Z become good quantum numbers, 
along with L and 8] the resultant orbital momentum by itself has a 
fixed component in the direction of the field of magnitude and 

the resultant spin momentum has similarly a component The 

total angular momentum in the direction of the field is thus Mhf2TCy 
where Af = A S. Under these conditions the quantum number J 
ceases to have any significance at all. The theoretical treatment of 
the energy then parallels closely the theory for 1 electron in a huge 
field, as described in Sec. 145. The energy can be written, approxi- 
mately, in analogy with Eq. (227), 

^ - -If'’ + 

Wo being a constant for a given LS term. The selection rules are, 
besides those for L and 8, 

AA. = 0 or ± 1 , AM = 0 or ± 1 , AS = 0 . 

^ Ann. d. Phystk, voL 39, p 897 (1912); vol. 40, p. 960 (1913). 
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The normal spectral triplet is produced in essentiall}’' the same way as 
for 1 electron 

In this discussion, however, we have ignored the spin-orbit and 
additional electrostatic effects. These effects actually separate 
slightly those levels which have the same value of A + 2 2 but different 
values of M and theieby introduce a sort of fine structure into the 
Zeeman pattern 

A corresponding theory is easily developed for the case of jj 
coupling. In this case, however, or in any case other than that of 
LS coupling, there is an intermediate stage in the progressive change 
of the Zeeman pattern. 

All of these changes of pattern as the strength of the magnetic field 
increases are known collectively as the Paschen-Back effect. The 
effect is said to be incomplete when the magnetic field is strong enough 
to make the Zeeman splitting for the energy levels larger than the 
mutual separation of the J levels comprised in a given LS or term, 
or comprised in a similar group in other cases, but yet small as com- 
pared with the separations between the terms or groups as wholes. 
Such a field is called merely strong.^' If the field could be increased 
still further, until the magnetic levels of two different terms, such as a 

and a ^2), approached each other, the pattern should change again, 
approaching the normal triplet as the field becomes so large that its 
effect predominates over everything else except the central field. 
This stage, described in Sec. 145 as the effect in a “huge field,'' is 
known as the complete Paschen-Back effect. Unfortunately, it can 
scarcely be realized experimentally except in 1-electron atoms, in which 
the first two stages of the Zeeman effect are practically unobservable. 

149. The Stark Effect — ^An effect of an electric field on spectral lines, 
somewhat analogous to the Zeeman effect, was discovered by Stark in 
1913 and is known as the “Stark effect." It is observed in the well- 
known “canal rays," when these are moving in an electric field of several 
thousand volts per centimeter. An arrangement for producing the 
Stark effect is shown diagrammatically in Fig. 116. The anode and 
cathode in a glass tube are A and C, respectively, in which the gas is 
maintained at such a pressure that the Crookes dark space in front of C 
is several centimeters long. The cathode C is perforated with small 
holes through which pass, in cylindrical bimdles, luminous streams of 
atoms of the gas that have acquired a positive charge immediately in 
front of C. These streams of atoms are ttie canal rays. A third 
terminal S is placed behind C, at a distance of a few millimeters, and 
an electric field of several thousand (20,000 and up) volts per centi- 
meter is maintained between S and (7. For the “transverse'' Stark 
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effect, light from the canal rays enters the spectrometer in the direc- 
tion of the arrow 

Stark observed that the spectral lines which are emitted by the 
canal rays when no field exists between S and C are split up, when the 
field is applied, into numerous components; these components are 
polarized, some of them parallel to the field (p- or Tr-components), 
others perpendicularly ( 5 - or cr-components). The sphtting is usually 
proportional, at first, to the square of the electric field strength; in 
an intense field, however, the pattern becomes quite different, in 
analogy with the Paschen-Back effect in a magnetic field. 

Classical theory could not account for the Stark effect, but a good 
account of it was developed by Epstein, using an extension of Bohr's 

ToSpecfrortfehr 



theory; and it is completely explained by wave mechanics The 
treatment of the Stark effect constituted, in fact, one of the most 
striking successes of quantum theory. In spectroscopy, however, this 
effect is of minor interest because it does not, like the Zeeman effect, 
serve to illuminate other parts of the subject Examples of Stark 
patterns are given in White's book ^ 

160. The Stern-Gerlach Experiment. — The space quantization of 
atomic angular momenta, upon which we have based the discussion of 
the Zeeman effect, constitutes a characteristic feature both of the older 
quantum theory and of wave mechanics, in contrast with classical 
theory. Its occurrence is not definitely confirmed by the existence 
of the Zeeman effect, however, in view of the partial success of classical 
theory in accounting for these phenomena. An experiment which 
directly reveals the space quantization itself was proposed by 0. Stem 
in 1921 and was carried out by him in collaboration with Gerlach.^ 

In elementary magnetic theory, it is shown that a magnet tends to 
move so as to increase the magnetic flux through it in the direction of 

^ O3?. cit ; cf also HEKznBKO, op, c^t, 

^Stubn, EdU f Fhymk^ vol 7, p. 249 (1921); Geiilach and Stern, Z&iis f 
Phy^tk^ Tol 8, p 110,* vol 9; p. 349 (1922); Ann d. Phynk^ vol 74, p 673 (1924) 
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its magnetic axis. In a uniform field, the only result is that the 
magnet experiences a torque tending to line it up with the field. In a 
nonuniform field, however, the magnet experiences a translatory force 
as well 

Suppose now that a slender beam of atoms having magnetic 
moments travels in the direction of the rr-axis across a magnetic field 
whose lines are approximately parallel to the 2 /-axis but whose magni- 
tude increases rapidly in the direction of the 2 -axis. After passing 
through the field, let these atoms be collected on a suitable target. 
Then atoms which have a component of their magnetic moment in 
the direction of the field will be deflected sideways; if the component 
of the moment has the same direction as the field, they will be deflected 
toward +z; if it has the opposite direction, toward — 2 . 

So far, the predictions of classical and quantum theory coincide. 
According to classical theory, however, each atom will enter the field 



( a) 

Fig. 117 — Illustrative of the Stern-Gerlach experiment (a) and (c) represent 
views seen in the direction of the beam, (c) shows the trace on the target (exaggerated), 
with and without the magnetic field. 


with its magnetic axis inclined at some angle B to the field, and the axis 
will then execute a Larmor precession about the field at the fixed 
angle B, Since all values of B will occur among the atoms, their 
deflections will be distributed in continuous fashion, and the atoms, 
instead of forming a small spot on the target, will be drawn out into a 
continuous band. 

According to quantum theory, on the other hand, each atom will 
enter the field in a certain quantum state, defined with the direction 
of the field as an axis. Its magnetic moment in the direction of the 
field will be gM Bohr magnetons (if the field is not too strong), where g 
is the Land6 splitting factor and M has one of several integral values 
[cf. Eq. (234)], The beam will be broken up, therefore, into separate 
beams and will form on the target a series of distinct spots, one for each 
possible value of M, 

The arrangement used in the experiment of Stern and Gerlach is 
shown diagrammatically in Fig 117. The nonhomogeneous field was 
produced between pole pieces of which one had a sharp edge, so that 
near it the field was much stronger than elsewhere [cf. Fig 117 (a)]. A 
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strap-shaped beam of silver atoms was formed by evaporating silver 
in a heated oven 0 and allowing atoms from the vapor to stream out 
through collimating slits, the beam [shown by the small rectangle in 
Fig 117(a)] traveled closely past the sharp edge of pole piece P 2 and 
was condensed on a plate at T, With no field, the beam formed a 
narrow line on the plate [Fig. 117(c), lower line]. When the mag- 
netizing current was turned on, the line was not widened continuously 
but was divided into two lines, as shown in the upper part of Fig. 
117(c), except at the ends, which were produced by atoms passing at 
some distance from the sharp edge. 

Space quantization of the silver atoms was thus clearly revealed. 
From careful measurements of the separation of the two lines and 
of the gradient of the magnetic field strength, it was calculated that 
each silver atom had a magnetic moment in the direction of the field of 

1 Bohr magneton, with an error of 10 percent at most. 

These results, and others obtained subsequently, are in complete 
agreement with the predictions of wave mechanics. The silver atom 
is normally in a state, for which g = 2; thus, half of the atoms 

should have If = and a moment in the direction of the field of 

2 X 3^ = 1 Bohr magneton; whereas, for the other half, ikf = 
and the moment is —1. Similar results were obtained subsequently, 
with greater precision, by Taylor^ and by Leu^ for sodium and potas- 
sium, which are likewise in states. Atoms of zinc and cadmium, 
in Leu’s experiments, were unaffected by the magnetic field. Atoms 
of thallium gave a double line corresponding to a moment of mag- 
neton. Zinc and cadmium are normally in ^So states, which have 
ilf = 0 and no magnetic moment. For thallium the normal state is 
inferred from spectroscopic evidence to be thus Af = or — 
again, but g = % instead of 1 [by Eq (240), in which / == 

L - 1 ]. 

The method of magnetic deflections has been extended very 
ingeniously by Rabi for the measurement of the magnetic moments 
of nuclei. The student will find it worth while to look up his papers 
on this subject in the Physical Review, vol. 49 onward 

161, Isotope Structure and Hyperfine Structure. — The ordinary 
fine structure due to spin-orbit interaction does not exhaust the possi- 
bilities of fine details in spectral lines. Even before 1900, Michelson 
and others had shown, by means of the interferometer, that many 
spectral lines possess a further structure much finer still. This came 
to be known as hyperfine structure. 

1 TayIiOB, Phgs Rev , vol. 28, p. 276 (1926). 

^Lext, Zeiisjf. Physik, vol. 41, p. 551 (1927), 
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After the discovery that many chemical elements consist of several 
isotopes (Sec 195), it was believed for a time that each component ol a 
hyperfine pattern of lines was emitted by a different isotope. But 
later, hyperfine structure was discovered in the spectra of some 
elements which, as shown by the mass spectrograph, consist of only 
I isotope. An example is bismuth, the line X = 3,596 A contains six 
hyperfine components spread over a range of 0.3 A or 2.3 cm.“^ It 
was suggested by Pauli in 1924 that this effect might be due to an 
occurrence in the nucleus of angular momentum and an associated 
magnetic moment. It appears that both causes are operative. To 
distinguish between them, a tendency has arisen to restrict the term 
hyperfine structure to that which is associated with the angular momen- 
tum of the nucleus, the other type being called isotope structure 

A photograph illustrating isotope structure in the spectrum of 


Hyperfine -Structure Tomtculum A 5997 



Isotope - Structure ( 5 ) Tungsten A5225 


Fia 118 — Photographs illustrating (a) hyperfine structure in a spectral lino of 
tantalum and (6) isotope structure in a line of tungsten {After Grace, More, Mac- 
Millan, and WhUe, from H B WhUe, Introduction to Atomic Spectra ”) 


tungsten is shown in Fig 118. The spectrum was formed with a 
Fabry-Perot etalon, hence the same pattern appears repeated many 
times in different orders. Tungsten consists of 4 isotopes, with mass 
numbers 182, 183, 184, 186, the first two being somewhat less abundant 
than the last two. The three lines observed were ascribed to the 3 
isotopes of even number, the line due to 183 being assumed to be 
masked by the others. 

Isotope shifts of spectral hnes are found, in general, to be propor- 
tional, for a given element, to the differences in atomic mass As a 
rule, however, they do not seem to be purely the result of nuclear 
motion, as is the difference in the positions of those Imes in the spectra 
of hydrogen and of ionized helium whidx would otherwise fall together 
(Sec. 97), The shift associated with an increase in mass from one 
isotope to another is even sometimes in opposite directions m different 
elements. The cause of most isotope shifts is thought to he, perhaps, 
in some departure from the Coulomb type of field very close to the 
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nucleus, the departure being different for different elements and even 
for different isotopes of the same element 

An interesting example in which the isotope shift probably is a 
simple mass effect is afforded by the spectrum of hydrogen, in which 
the isotope shift was used as a guide by Urey and his collaborators in 
the discovery of heavy hydrogen or deuterium.^ The Rydberg con- 
stants for the two kinds of hydrogen atoms can be found by substitut- 
ing M = Ml and M = 2Mi successively in Eq. (146a) in Sec 97, 
which gives 

w _ ^00^-^ 1 ^ 2R^M 1 

Ml + 2Mi + m' 

i1f 1 being the mass of an ordinary hydrogen atom and 7n the mass of an 
electron The difference in wave length for a given line of wave length 
X will then be, nearly enough, 

_ X(i?2 Ri) _ Xm 

iW — __ ; ■ _ • 

R^ 2Mi 

Since Ml/m = 1,837, this means that, for example, the H/S line for 
deuterium should lie 4,861/3,674 == 1 32 A on the violet side of that 
for ordinary hydrogen atoms. This line was observed to be very 
faintly visible, in the expected position, in the spectrum from a sample 
ot common hydrogen, and it increased in strength as the hydrogen was 
subjected to operations which should increase the relative concentra- 
tion of deuterium 

The theoretical treatment of true hyperfine structure, on the other 
hand, resembles closely the treatment of LS fine structure due to the 
spin-orbit effect, as described m Sec 138 The total angular momen- 
tum of the nucleus is assumed to be fixed, so that it can be repre- 
sented by a quantum number I. The value of I may be 0 or integral 
or half-mtegral, and it may be different for different isotopes of the 
same chemical element. The angular momentum in question is 
presumably the resultant of spin momenta of the protons and neutrons 
of which the nucleus is composed; hence, it is commonly said to be 
due to nuclear “ spin.” I remains constant for a given atom because 
m ordinary physical processes the nucleus remains always in its lowest 
energy level. This level is degenerate, however, if J >0; there is a 
second quantum number Mj, restncted to integrally spaced values 
such that \Mj\ S I- Thus, I and Mr in nuclear theory correspond to 
J and M in atomic theory. 

If the action of the nucleus on the electrons were purely that of a 
XTkbt, BMOKWfitoDE, and Mtopht, Pkys. vot 40, p 1 (1932), 
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central field, the only effect of the nuclear angular momentum would be 
a (27 + l)-fold degeneracy of all quantum states, with the selection rule 
hMi = 0. But there may exist also an associated nuclear magnetic 
moment, as in atoms Equation (227) in Sec 145 and its physical 
interpretation suggest that a single particle with a mass M equal to 
that of a proton, if, like an electron, it has spin might have an 
effective magnetic moment of magnitude 

- p37 

This is called a nuclear magneton Observation indicates, however, 
that the magnetic moment of the proton or hydrogen nucleus is 
actually nearer to 3 nuclear magnetons.^ 

If such a nuclear moment exists, wave mechanics indicates that the 
angular momentum of the nucleus is to be added to the resultant 
angular momentum of the electrons by a process of IJ coupling exactly 

Table VIII — Hypebfine Structure of the Components of the Doublet of 


Thallium: 6s® 6p 





X 

Ap, cm ^ 

Intensity 

3,776.888 A 

0 40 

3 

5,352 184 A 


8 

3,776.830 

0 71 

10 

5,352 014 


3 

3,776 729 


8 

5,351 974 




analogous to the LS coupling of resultant electronic orbital and spin 
momenta (Sec 138). The result is then, in general, that each of the 
quantum states of the atom as dealt with hitherto is broken up into 
a group of quantum states characterized by two additional quantum 
numbers F and Mf, which have reference to the total angular momen- 
tum of the atom, that of the nucleus included. 

The interaction between the nuclear magnetic moment and the 
electronic motions and spins then slightly separates those states which 
have different values of F. The number of hyperfine energy levels 
thus produced may be different for electronic states of different J, 
If / ^ J, their number is 21 + 1; but, if / < J, it is 2J + 1- For the 
spacing of the hyperfine levels the analog of Eq. (211) forLS multiplets 
IS obtained; the separation of successive levels is proportional to the 
larger of the values of F for the two levels [cf. Eq. (212) in Sec. 138]. 
As selection rules, in addition to aU others, we have 

AF = 0 or ±1, AMr == 0 or ±1. 

^ Kellogg, Rabi, and Zacharias, Phys. Rev., vol, 60, p. 472 (1936), 
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A hyperfine spectral multiplet results from transitions between the 
hyperfine levels composing two ordinary J levels. Usually it happens 
that the spacing of the hyperfine sublevels in one of the two J levels is 
much larger than that in the other, so that the former spacing stands 


Jc/ri 




Sca/e 


Jl^S3S2A 


X^J777A 


5 352 

Fig. 119 — Hyperfine structure of the thallium doublet X = angstroms. 


out in the spectral multiplet as observed, the finer structure due to the 
other J level being frequently not resolved at all. The result is then 
an easily recognizable “flag^^ type of pattern, a good example of which 
is shown in Fig. 118. 

As an illustration of the theory, consider the following doublet 
in the spectrum of thallium (T1 81) 

Qs^&p^P^ ds^7s^S^i (X = 3,777 A; v = 26,478 cmr^) (a) 

6s2 6p2p^ (X - 5,352 A; v - 18,684 cm.-^ (6) 

Under high resolution^ each line 
of this doublet is seen to be made 
up of three components. Their 
wave lengths and estimated inten- 
sities are given in Table VIII; 
their relative positions on a fre- 
quency scale are shown in Fig. 1 19. 

To produce three component 
lines, as observed, there must be 
two hyperfine sublevels in each J 
level, just as in the production of 
the D triplets in the alkali 
spectra there are two J levels in 
each LS term (Sec. 138). Hence, 
here 2 = 2J + 1, and so 7 = 
for the thallium nucleus. Then 
for / - K, F - 7 ± M or F - 1 
or 0; for J = %, F == 2 or 1. The spacing of the hyperfine levels is 
easily determmed from the observed separations in the si)ectrum. The 
level diagram is shown for one Ime of the dpublet in Fig, 120. 

^ Back, Ann, d Phystkj vol 70, p. 367 (1923). 



Fig 120 — Energy levels and transi- 
tions for the hyperfine structure of the 
thallium line X = 3^777 angstroms 
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It may be remarked that the same pattern would result if the 
doublet separations in Fig 120 were to be interchanged According 
to Back and Wulff, the Zeeman pattern for the hyperfine components 
unambiguously assigns the energy-level differences ^ 

In Table IX are shown a few values of I and of the nuclear magnetic 
moment /x expressed in terms of nuclear magnetons M is the masvS 
number of the isotope m question (Sec. 195). Wheie no references 


Table IX. — Nxtcle\b Spin Numbers / and Magnetic Moments h 



Z 

M 

I 

P 


z 

M 

I 


H 

1 : 

1 


2 790* 

K 

19 

41 

y2 


H 

1 : 

2 

1 

0 856* 

Rb 

37 

85 

H 

1 340 1 

Li 

3 

6 

1 

0 821 § 

Rb 

37 

87 

h: 

2 733 1 

Li 

3 

7 


3 253§ 

Cd 

48 

111, 113 


-0 6 

N 

7 

14 1 

1 

0 403** 

Cs 

45 

133 

h 

2 558** 

Na 

11 

23 

H 

2 215** 

Hg 

80 

199 


0 5 

A1 

13 

27 

H 

3 630tt 

Hg 

80 

201 


-0 6 

K 

19 

39 

H 

0 391** 

T1 

81 

203, 205 


1 6± 

K 

19 

! 40 

4 

-1 290n 

Bi 

83 

209 

% 

3 8± 


* Millmak and Kusch, Phy 9 Bev , vol 60, p 91 (1941). 
t Kusch, Millman, and Rabi, Phys Rev.^ vol 57, p 765 (1940). 
t Kxtscs and Millman, Phya Bev , vol 56, p 527 d&39). 

§ Rabi, Millman, Kusch, and Zachabias, PAj/a Rev , vol 55, p 526 (193^). 

** Kusch, Millman, and Rabi, Phys Rev , vol 55, p 1176 (1939) 
tt Millman and Kusch, Phys Rev , vol 56, p. 303 (1939) 

Zachabias, Phys Rev , vol 61, p. 270 (1942) 

are given, the data are taken from Condon and Shortley’s book- and 
were originally calculated from the observed spectroscopic separations 
by means of perturbation theory. 

It was remarked in 1940 by Mattauch® that hyperfine structure 
had not been found in the spectrum fiom any atom whose nucleus 
was composed of an even number of protons and an even number of 
neutrons, so that both its atomic number and its mass number are 
even (Secs. 195 and 206). Presumably all such nuclei have J — 0 
and /X = 0. Examples are He, C, 0, Ne, Mg 

162, The Breadth of Spectral Lines. — No spectral line as observed 
is perfectly sharp, no matter how great the resolving power of the 
spectrometer, A line devoid of structure appears densest in the center 
and fades out symmetrically on the edges. It is of interest to inquire 
as to the causes of this distribution of the energy within a line 

1 Back and Wulfe, Zeits. f Ph^f&tkj vol 66, p. 31 (1930). 

® Condon and Shortlet, “Theory of Atonfio Spectra,” p 424, 1935 
3 Mattauch, Zetts, f Phymk^ rot 117, p. ^16 (1940), 
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For convemence m comparing lines, the undth A of a line is defined 
to be the distance between two points, one on each side of the center, 
at which the intensity is half as great as it is in the center of the line 
(Fig. 121). (This is sometimes called the half-intensity width ) The 
principal causes of line broadening are the following 

(a) Doppler Effect — ^The observed frequency of a spectral line may 
be slightly changed by the motion of the radiating atom in the line of 
sight, owing to Doppler's pnnciple, the apparent frequency tncreasing 
if the motion is toward the observer and decreasing if the motion is away 
from the observer. Only for those atoms 
which have no component of velocity in the 
direction of the observer will the observed 
frequency of the emitted light be equal 
to the actual frequency. As is well known, Fig. 121 —illustrating 
the measurement of the velocity of stars in ^ * 

the line of sight is based on this principle. 

In a luminous gas, such as the mercury vapor in the mercury arc 
lamp, the atoms are moving with a maxwellian distribution of velocity, 
the average velocity increasing with temperature. It is obvious, 
therefore, that a spectral line emitted by a gas must compnse, as 
observed, a range of frequencies symmetrically distributed about the 
frequency emitted by the atom when at rest and, further, that this 
range should increase with increasing temperature. The distribution 
of intensity throughout the line is determined by Maxwell's distribution 
of velocities. According to Rayleigh,^ the brightness of the line at a 
distance ± Av wave numbers from the center is proportional to 

where A; is a constant which depends on the temperature and on the 
mass of the atom, and e is the Napierian base of logarithms. From 
this formula it follows that the width A defined as above, if it is due 
entirely to the Doppler effect, should be 

A = 0.72 X 10-«X^ 

wave-length units, where T is the absolute temperature and M is the 
atomic or molecular weight of the radiating atom or molecule.^ 

Careful studies of the breadth of lines in the spectra of tihe rare 
gases were made by Fabry and Buisson,® using an interferometer 

1 Rayleigh, PhiL Mag , vol 27, p 298 (1889). 

* Cf. WmxB, H E., ^‘Introduction to Atomic Spectra,” p 419, 193^ 

»d Bvissosf, /. de Phgs^gmf vol. Zj p^ 442 (1912). ; 
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method. They confirmed the formula for A as written above At 
liquid-air temperatures the breadth of the krypton line X = 5,570 A 
was found to be only 0 006 A, practically all of which could be ascribed to 
the Doppler effect resulting from thermal agitation at that temperature. 

(6) Pressure , — Using the light from a single unresolved spectral 
line, it is possible, under favorable conditions, to produce interference 
fringes when the difference in the path of the two beams is as much as 
several hundred thousand wave lengths. In terms of classical theory, 
this fact was interpreted to mean that the wave train sent out by any 
particular atom is continuous, i.e , is without change of phase, for at 
least that number of vibrations. In order that the atom may emit 
wave trains of this length, it must be ''free from interruptions” for a 
corresponding period of time. In the terminology of the kinetic 
theory of gases, this means that the mean free time between collisions 
with other atoms must, on the average, exceed the time required to 
emit a complete wave tram, since it may be assumed that a collision 
with another atom would cause either a change of phase or excessive 
damping or other disturbance. Analogous conclusions are deduced, 
although as a result of rather different reasoning, from wave mechanics. 

Now, collisions between atoms become more frequent the higher 
the pressure of the gas for a given temperature. The higher the pres- 
sure, the shorter, therefore, should be the wave trains and the more 
frequent the abrupt changes of phase. An increase of temperature, 
at given density, also increases both the collision rate and the pressure. 
Thus in general, at higher gas pressure, not only should there be a 
broadening of the line due to the Doppler effect but also an additional 
broadening due to the increasing frequency of phase changes resulting 
from collisions. Michelson confirmed this by showing, from measure- 
ments with the interferometer, that below a pressure of the order of a 
millimeter, the breadth of the hydrogen line X = 6563 A is almost 
entirely due to the Doppler effect; but that at higher pressures the line 
becomes considerably broader 

The observed broadening is enhanced by direct disturbances of the 
energy levels, or of the radiation process itself, when another molecule 
comes close to the radiating atom. 

(c) Natural Line Breadth , — According to wave-mechanical theory, 
a line ought also to exhibit a small "natural” width even when emitted 
by an atom at rest. As an analogy, a classical oscillator, radiating 
energy, would decrease continually in amphtude, it would emit, there- 
fore, a damped wave train of finite effective length It can be shown 
that a damped train of sine waves is equivalent to the superposition 
of a large number of perfectly regular trains of great length, with 
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slightly differing frequencies. Such radiation, observed as a spectral 
line, would, therefore, be broadened slightly. In the visible region, the 
natural line breadth is mostly much less than 0.001 A and so is not 
detectable. It is easily observable, on the other hand, in the case of 
X-rays. 

id) Incipient Stark Effect . — In the spectra emitted by discharge 
tubes, a common cause of broadening is the production of a small 
Stark effect by strong electric fields, which are not great enough to 
produce an observable splitting of the line but are sufficient to make it 
appear perceptibly broader than it otherwise would. 

Thus there are many very different factors that may be responsible 
for the broadening of spectral lines. 

163. Molecular Spectra. — In preceding sections of this chapter 
we have considered only spectra emitted by atoms. There are other 
spectra in vast variety which are believed on good evidence to be 
emitted by molecules containing 2 or more atoms. 

Thus, in the visible part of the spectrum emitted by a discharge 
tube containing hydrogen, only three or four lines belonging to the 
Balmer series are emitted by free atoms, which have been produced 
by the dissociation of molecules. Many other lines are observed, 
however, mostly fainter, which are ascribed to emission by the undis- 
sociated molecules themselves. Again, if one looks at the spectrum 
of the carbon arc with a spectroscope of moderate resolving power, one 
will observe, at the extreme (violet) edge of the visible part of the 
spectrum, “ bands, or very broad lines, which are sharply defined and 
brightest on the long-wave-length edge and which fade out gradually 
toward shorter wave lengths. With higher resolving power, these 
^^bands” are seen to be composed of a large number of hnes which 
are crowded together at the long-wave-length edge, called the “head” 
of the band, and are separated farther and farther toward the short- 
wave-length side, the Imes, however, being so close together as to 
appear, under low resolving power, like a continuous spectrum. These 
bands are ascribed to molecules of cyanogen, CN. There are also 
many groups or bands of lines in the infrared which have been found 
to have a molecular origin. 

In the space available here we can discuss only a few of the features 
of molecular spectra, referring the student to other books or to the 
literature for further information.^ 

In general, the spectrum emitted by any given kind of molecule 

1 Hebzberg, G , Molecular Spectra and Molecular Structure,'' 1939; Ruabk 
and ITret, Atoms, Molecules and Quanta"; Weizel, W., ^'Bandenspektren," 
Akadenwsche Verslagsgesellscfiaft m.b H., Leipzig, 1931, 



400 


ATOMIC STRUCTURE AXD OPTICAL SPECTRA [Chap. VIH 


can be divided into three spectral ranges which correspond to different 
types of transition between molecular quantum states. The principal 
exception is that the spectrum of some molecules is confined to only 
one of these ranges Simple reasoning in terms of familiar classical 
assumptions concerning molecular structure leads us to expect such a 
feature m molecular spectra, and the reasoning needs only to be 
translated into wave-mechanical terms in order to constitute a correct 
theoretical approach to the subject. 

(a) Rotation Spectra , — Suppose a molecule were a rigid structuie 
but contained electrical charges so disposed that the molecule possessed 
an electric moment. If such a molecule were to rotate, according to 
classical theory, it would emit radiation for essentially the same reason 
that an electron revolving in a circle would radiate. It is readily seen 
that the radiation would consist of sine waves having a single fre- 
quency, viz , the frequency of rotation. Conversely, radiation falling 
upon such a molecule would tend to set it into rotation, energy of the 
r^iation being at the same time absorbed. 

A few spectral lines corresponding to this simple picture have been 
observed in the far infrared and are said to constitute rotation 
spectra.” 

Q>) Vibratiorv-rotation Spectra , — If the molecule were not rigid 
but contained atoms capable of vibration under elastic forces about 
equilibrium positions, and if the chemical binding were of the ionic 
type (Sec. 125), so that some atoms contained an excess of positive 
charge and others an excess of negative, then according to classical 
theory radiation would be emitted by the vibrating atoms as they 
move back and forth. Unless the molecule were at the same time 
rotating, the frequency emitted would be that of the atomic vibration. 
If the molecule were rotating, however, the emitted line would be 
divided into two lines having frequencies respectively greater or less 
than the frequency of the atomic vibration, in essentially the same 
way as, in the classical theory of the Zeeman effect (Sec. 40), the 
precession caused by a magnetic field modifies the frequencies emitted 
by a vibrating electron. 

Furthermore, it would be anticipated that, if the amplitude of 
vibration became l^ge, the atomic vibrations, although still periodic, 
would no longer be simple harmonic. This is true even in the familiar 
example of the vibrations of a pendulum. The radiation emitted 
could then be resolved by Fourier analysis into wave trains with 
frequencies representing the fundamental and the harmonic overtones 
of the atomic vibrations. Bach of tliese separate frequencies would 
then be split up further by rotation of tbq molecule. 
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Many spectra corresponding roughly to this classical picture an^ 
known in the infrared and are called ‘^vibration-rotation spectra ” 

(c) Electronic Spectra — Finally, according to classical ideas, an 
electron in the molecule might vibrate by itself and so radiate The 
emitted radiation would be affected, howwer, both by the vibrations 
of the atoms in the molecule and by the rotation of the molecule as a 
whole. It would probably be one of the outer electrons that radiated 
in the optical region of the spectrum, and its frequency would be much 
affected by the instantaneous position and motion of the nuclei The 
rotation of the molecule would tend to split up the emitted lines 
as in the emission of the vibration-rotation spectrum. Molecular 
bands in the visible and ultraviolet, such as the cyanogen bands 
described above, are believed to correspond roughly to this third 
classical picture 

The three types of molecular spectra thus characteiized will be 
taken up in succession for a brief discussion 

164. Rotation Spectra. — As a simple model to illustrate certain 
features of the behavior of actual molecules, we may imagine a mole- 
cule to consist of several mass points held rigidly at fixed distances 
from each other The quantum states for such a molecule, according 
to wave mechanics, would be characterized by fixed values for the 
angular momentum, in the same way as are the states of an atom 
(Sec 130). The corresponding quantum number J, however, is 
confined here to integral values (zero included) . The discussion will be 
restricted hereafter almost entirely to diatomic molecules. If there are 
only two mass points in the molecule, the hne joining them is an axis of 
symmetry, and only rotation about an axis perpendicular to this line 
has significance; furthermore, the moment of inertia about all such 
perpendicular axes will have the same value. 

The relation between angular momentum and energy is found to 
be the same according to wave mechanics as in classical theory. For 
the angular momentum G and energy W, we shall have, therefore, m 
terms of the angular velocity w and moment of inertia /, 

Inserting here the wave-mechanical value of (?* (Sec 130), we have 

G ^ . 


( 241 ) 
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Such a molecule can radiate only if it possesses an electrical 
moment, which will be the case, for example, if one mass point has 
associated with it a positive charge and the other an equal negative 
charge. The selection rule for »/ is then found to be the same as that 
for the quantum number Z of a single electron in a central field 

A J = ±1. (242) 

Since in the present case W and J increase or decrease together, 
A/ = — 1 will correspond to emission of energy and A/ — +1 to 
absorption. Thus, in a transition from state J to state J — 1, the 
emitted frequency will be, since 

J{J + - l)(J - 1 + 1) = 2J, 

V = ^ = 25J, B = ~ (243a, 6) 

Thus a molecule of the type under consideration will emit a spectrum 
consisting of equally spaced hues, with frequencies equal to a multiple 
of a fixed number, B. For an emission line, J refers to 
the initial state for the molecular transition; for an 
absorption line, to the final state. The corresponding 
type of energy-level diagram is illustrated in Fig. 122 
The arrows pointing downward refer to transitions for 
emission, those pointing upward to transitions for 
absorption. 

We may form some idea of the spectral region in 
which such lines may be expected to occur by estimat- 
ing the probable magnitude of I from other considera- 
tions. The molecule HCl, for example, might be 
expected to have an electric moment, since it is 
strongly ionized in solution. In the formula / = 
in which r denotes distance from the center of mass of 
the molecule, the Cl atom will contribute little because 
it is so close to the center of mass. The mass of a 
hydrogen atom will be approximately the reciprocal 
of the Avogadro number (Sec. 79) or the number of 
atoms in a gram-atom. Hence, if we assume r = 10~^ cm. for the H 
atom, we have 



Fig. 122 — 
Energy-level di- 
agram for a rota- 
tion spectrum 


I = 10-1*7(6 X 10«) = 1.7 X 10-^“ c.g.s. unit. 

Thus, for the constant B in Eq. (243a), if we also divide by c to obtain 
it in wave-number umts, we find 

B 6.6 X 10-^^ 

Sir* X 1.7 X 10-*» X 3 X lO^® ^ ’ 




Sec 1541 ROTATION SPECTRA 403 

roughly. For J == 10, we find p = 2BJ = 340 or 

X = 0.029 mm. = 29ju. 

Now all of the hydrogen halides in the gaseous state show broad 
absorption lines in the far infrared which are very nearly equally 
spaced and whose wave numbers are very nearly multiples of a constant 
quantity. These lines are believed to result from transitions in which 
the rotational state of the molecule alone changes, very nearly accord- 
ing to the simple theory just described Thus for HCI, Czerny^ found 
a series of absorption maxima at wave lengths ranging from 120^1 to 
44 m The corresponding wave numbers are listed as Vob» in Table X. 


Table X — Absorption Spectrum op HCI in the Fab Inprabed 



Under the heading J is given the larger of the two values of J assigned 
to each transition. We note that the spacing of the maxima is almost 
uniform but shows a slight trend. In the last column of the table are 
shown values of v calculated from the empirical formula, P ~ fJ gJ^y 
with / = 20 79, ^ = 0 0016, according to this formula 

Ap = / - g[J^ - (J - 1)3] = / - (3J2 - 3/ + 1)^ cm.-i 

If we have sufficient confidence in the theoretical interpretation, 
such data can be used as a basis for the calculation of molecular 
moments of inertia. Substituting B = cf/2 = 20.79 c/2 in Eq (2435), 
we find for the moment of inertia of the HCI molecule, in a state of 
minimum rotation, I = 2.45 X 10”^° gram cm.^. This value agrees 
satisfactorily with our rough estimate, 1.7 X 10“^^°. The slight 
decrease in AP as J increases, and hence also in the apparent value of 
B, implying an increase in 7, is what would be expected if the atoms 
were not tightly bound together but became slightly pulled apart by 
centrifugal action as the speed of rotation increases. 

Thus, wave mechanics accounts satisfactorily for the rotation type 
of molecular spectrum. 

1 Czerny, Zeds f, Phystk, vol. 34, p. 227 (1925). 
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166. Vibration-rotation Spectra, (a) Approximate Theory of a 
Vibrating Diatomic Molecule. — To obtain a simple model of a diatomic 
molecule in which atomic vibrations can occur, suppose the atoms are 
themselves point masses but that, instead of being rigidly bound 
together, they are held by a force that vanes with the distance between 
them Let this force correspond to a potential energy 7, which, 
plotted as a function of the distance r between atomic centers, is 
represented by a curve of the type of that marked V in Fig. 123 The 
potential has been arbitranly taken to be zero at r = oo The force 
exerted by either atom on the other will be proportional to the slope 
of this curve; it is represented by the curve marked F m Fig. 123. 
From the point ro at which V has its minimum value outward, the 

force is attractive; for r < ro, it is 
repulsive, rising rapidly to high values 
Under the influence of such a force, 
according to classical theory, the 
atoms could be at rest and in equilib- 
rium at the distance ro. If disturbed 
moderately, they would vibrate about 
this point, if given kinetic energy 
exceeding — Vo, however, where Fo is 
the value ot F at r = ro, they would 
fly apart entirely, i.e., dissociation of 
the molecule would ensue. Such a 
picture corresponds to the observed 
properties of molecules, and it is also suggested by wave-mechanical 
theory 

According to wave mechanics, however, there would be a set of 
discrete quantum states for the positions of the atoms relative to each 
other, with energies as suggested by the horizontal lines in Fig. 123. 
The lowest of these quantum states would correspond to an energy a 
little greater than Fo, — it might be said, therefore, that even in their 
lowest state the atoms have a certain amount of kinetic energy, which 
is analogous to the zero-point energy hv/2 of a harmonic oscillator. 
Thus the interatomic distance is not quite fixed even when the molecule 
is in this state, although the most probable value of the interatomic 
distance will be close to ro. Let us number the quantum states in the 
order of increasing energy, denoting the number of a state by z; ^0. 
Let the corresponding energy be denoted, by Wv The values of Wv 
are all negative, zero energy belonging to a state in which the atoms 
are at rest at infinity. Thus, —Wv represmts the energy of dissocia- 
tion of the molecule when it is in state pinpqib^ p and not rotating. 



Fig 123 — The mutual potential 
energy V and force F, measured 
positively as a repulsion, between 2 
atoms in a diatomic molecule. 
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The total number of the discrete states may be finite or infinite, 
depending upon the form of the potential curve. 

The wave functions and energies for the first few states should 
resemble those for a harmonic oscillator. For, if we expand F in a 
Taylor series about r = ro and note that dV/dr == 0 at r = ro, we 
obtain 






(/ - hY - 



and the first two terms of this series represent a potential function 
of the same type as that for a harmonic oscillator (Sec. 114) ^ The 
wave functions and energies for the higher states, however, must 
depart considerably from those for an oscillator, owing to the influence 
of the lemaming terms of the series. Thus the selection rule for the 
harmonic oscillator, Av = ±1, cannot be expected to hold, in general, 
for a diatomic molecule, even Av — 0 being possible. The probability 
of a jump may be expected, however, to fall off rather rapidly as Av 
increases. 

To obtain quantum states for the whole molecule, allowance must 
then be made for rotation of the line joining the atoms. If we suppose 
that, to a sufficient approximation, the energies of rotation and of 
vibration are additive, we may write for the total energy, by Eq. (241) 
above, 

W = W, + JiJ + l)Bh, ^ = 8^ (244a, &) 


The various values of are called vibrahonal levels of the mole-* 
cule The energies represented by both terms on the right in Eq. 
(244a) are called vibration-rotation levels, or simply rotational levels 
In actual cases Bh is usually very small relative to the difference 
between successive values of Wv} hence, the rotational levels belonging 
to each vibrational level form a closely spaced group. The general 
arrangement of the rotation-vibration levels is illustrated in Fig. 124, 
in which, however, the relative spacing of the rotational levels is 
enormously exaggerated, and only a few of these levels are shown. 

Because of the rdative smaUness of B, all hnes ansmg from transir 
tions between two given vibrational levels will lie close together; they 
are said to constitute a band, because with low resolving power they 
appear as a continuous streak in the spectrum. Bands arising from 

1 Th^ wave fimctipiis for the first few states should he practically zero for values 
of (r — ro) that are large ^ough to give appreciable magrqtude to terps of th^ 

seri^i^ beyond th^.fafft twp^ 
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transitions in which, only the vibrational and perhaps rotational 
energies of the molecule change are called mbration-rotation bands. 

For a molecule composed of two point masses, the selection rule 
for J is found to be, as for the pure rotation lines, 


A/ = ±1. 

For many molecules of more complicated struc- 
ture, A/ = 0 is also allowed A few tran- 
sitions allowed by the rule AJ = ±1 are 
indicated in Fig 124. 

From the approximate expression for the 
^ energy in Eq. (244a), we find, since 
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Fig 124. — The energy- 
levels for a rigid diatomic 
molecule (the relative 
magmtude of the rota- 
tional separations being 
enormously exaggerated) , 
and a few of the transitions 
for the first band. 


for the frequencies emitted m a transition 
between levels J — \ and v", J, or between 
v'j J and v", / — 1, respectively, 

J — 1 ; J : p = Vv'v^' ~ 2JS/, 

/ = 1,2,3, • ; (245a) 

2j', J, y", J — 1: p = + 25/, 

/ = 1, 2, 3, • ‘ ; (2456) 




h 


(245c) 


It is assumed here that > v" and Wv' > ^ 

According to Eqs. (245a, 6), the lines m a 
given vibration-rotation band emitted by a 
diatomic molecule should be equally spaced 
in frequency, with a separation 25. It is 
clear, however, that the value v = cannot 
occur, so that there is no line corresponding 
to pure vibration. The nearest frequencies 
to this are v = + 25 and — 25. 

The central line of the band should thus 


appear to be missing, as is illustrated in Fig 124. 

(6) Observed Absorption Bands of Vibration-rotation Type , — 
Absorption bands answering the foregoing descnption were observed 
long ago in the near infrared regions of the spectra of the hydrogen 
^ In absorption, therefore, v' refers to the jlnal state into which the molecule is 
raised by the absorption of a quantum In considering the spectrum, however, 
it IS simplest to thmk only of numencal energy differ^ces, without bothering to 
remember which state is the imtial or final one in the radiative process 
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halides. The band of HCl at 3.5;:: is shown, as observed by Imes,^ in 
Fig 125, percent of absorption being plotted against wave length. 
In order to obtain this curve, Imes passed the radiation from a Nernst 
glower through 15 cm. of HCl gas at atmospheric pressure and then 
through a spectrometer containing a prism of rock salt, and measured 
the transmitted radiation with a thermopile and a galvanometer. The 
band in question had been observed by Burmeister in 1913 as a con- 
tinuous band with a double top and was thought to be capable of 
explanation in terms of classical theory. The molecules were assumed 
to possess a maxwellian distribution of rotational velocities, so that 
according to classical theory the splitting described in Sec 152(a) 
would be expected to spread the vibrational line out into a broad, 

100 
g 80 
% 

fe 60 

I 

< 40 

I 20 
0 

Fig. 125 — The principal absorption band of HCl in the near infrared {after E, S. 
The numbers on the lines give the larger J for the transition, those for which 
A/ IS opposite in sign to At) being primed. {Rejmnled by courtesy of Prenitce-HaU Inc , 
New York; from G, Herzberg, Molecular Spectra and Molecular Structure,^* 1939 ) 

continuous band. When later workers observed a succession of 
maxima in the band, it was realized that an explanation could only be 
found in terms of a discrete set of rotational quantum states. 

The anticipated absence of the central line in Fig. 125 is very 
evident. The lines show some approach to equal spacing, but a con- 
siderable systematic variation occurs; this is well brought out by the 
following table of frequency differences, in which those values of J are 
primed that refer to transitions in which Av = v" — v* and AJ have 
opposite signs, so that the change in rotational energy is opposite m sign 
to the change in vibrational energy and the frequency is less than 

J — 1 , J 

J 12' Tr 10' 9^ 8^^ r 6' 5^ ? 3^ 2 ' r 

Ag 26 62 26 15 25 91 25 03 25 30 23 67 23 85 23 04 22 49 22 48 21 75 

c'. J, v", J - 1 

__ _ _ _ _ _ _ ^ ^ ^ ^ ^ 

Agl 4X60 20 24 18 35 18 62 17 38 17 62 16 30 U. 92 15 89 U 47 13 27 12 85 

1 Imes, Ak^ophys J , voL 50, p. (1919), 

2 Lac. c^^, 


38 37 36 35 3.4 3 . 3 ^ 
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(c) The More Accurate Empirical Theory of Vibration-rotation 
Bands — ^The variation in A p as observed indicates that the theory- 
developed above is too simple and requires modification. Even on 
classical assumptions, complications are to be expected in an actual 
case. When the molecule is in rotation, the position of relative equi- 
librium for the 2 atoms should shift outward from ro in Fig. 123, because 
of centrifugal action; the result would be an increase m the moment 
of inertia J. An effect of the spreading upon the vibrational motion of 
the molecules is also to be anticipated. 

The true formula for the energy levels must, therefore, be more 
complicated than that expressed in Eq. (244a), although the quantum 
numbers v and J can undoubtedly be retained as labels. Various 
empirical equations have been proposed from time to time, alongside 
efforts to improve the treatment based on quantum theory. A form 
of equation equivalent to the following has become accepted as 
standard, all terms being expressed in cm.“^: 

= #. + BJ{J + 1) - + ly (246) 

The coefl&cients jB„ and Dv vary somewhat with v and are often written 
as power series in this variable* 

Bv — Bo — cxv + yv^j Dv = Do + 

In these series, wave-mechanical considerations indicate that Bo and Do 
should be positive, and that Dv as a whole should be comparatively 
small If we omit the Dv term entirely, we obtain, in place of (245a) 
and (2456), changing to wave numbers instead of frequencies: 

y' J I • yff ^ J- p = __ 

+ (D./ - Bv-)J'^ ' (247a) 

v' y J ; J — 1 . J/ = p^tv'f 4“ {Bv^ 4“ J?p")t/ 

4- {Bv' - Bv'^)J^ • (2476) 

These equations yield the lines in order of increasing frequency if we 
take decreasing values of J in the first equation and increasing values 
in the second. For Av between successive lines, we find, denoting by 
Jm the larger of the two values of J for each transition: 

— 1 ; J I Av = Bv* 4“ Dv" — • (Bv* — Bv*i) — 1) • • , 

v', J ; J — 1: Av — Bv' "V Bv*f -f- {B^y — Dv") (2/^, — 1) • • • . 

In view of the direction in which J changes throughout the band, these 
equations imply that, if Bv' Bv^f, Av ^yill decrease from one line 
to the next, as it actually does. The observed rate of decrease, 
however, is greater at higher than at lower frequencies. This is 
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easily seen to be accounted for by the term in in Eq. (246), pro- 
vided Dv* and are both positive. The term in represents 
essentially the stretching effect due to centrifugal action, which was 
referred to above; this stretching, by increasing the moment of inertia 
J, should decrease the energy, as is evident from the approximate 
equations (244a,6); hence, in Eq. (246), should be positive. 

(d) Relation between Rotation and Vibration-rotation Bands. — It is 
obvious that there should exist a close relation between the vibration- 
rotation bands and the pure rotation spectrum of a given substance; 
indeed, the rotation spectrum is simply a band arising from transi- 
tions in which Av == 0. If we put = 0 in Eq. (2456), we obtain 
V == 2BJ, in agreement with (243a) in the last section. Thus, accord- 
ing to the simplest type of theory, the separations of the lines should 
be the same in the rotation and in the vibration-rotation parts of the 
spectrum, being equal to 2B in both cases. This conclusion is easily 
tested. According to (245a) and (2456), the separation of the inner- 
most two lines (J == 1) in a vibration-rotation band is 45. In the 
HCl band just described, this separation is 41.60 cm.""^ Half of this, or 
20.8, happens to agree exactly with the value obtained for the spacing of 
the lines at J == 0 from the empirical formula that was cited in the 
last section for the rotation spectrum of HCl, viz , A? = / = 20.79. 
The comparison will not be pressed more closely here, because of 
insufficient accuracy in the data for the vibration-rotation band. 

(e) Bands of Higher Order, and the Heat of Dissociation. — Besides 
the relation between the two kinds of bands, another theoretical point 
that can be tested is the prediction that, although transitions for 
At; > 1 are to be expected, the resulting bands should be relatively 
weak. If the vibrational levels were equally spaced, as for the har- 
monic oscillator [Eq. (184a,6) in Sec. 114)], the vibrational frequencies 
of the bands for At; ^ 1 would be proportional to 1, 2, 3, * • • , just 
as they are for the harmonic overtones of a classical vibrating system. 
Thus, if we assume that the HCl band at 3 46m arises from a transition 
between the lowest two vibrational levels (t;" = 0, t;' = 1), we should 
expect to find bands diminishing progressively in intensity at about 
1.73m, 1-15, 0.865, etc. Actually, by observing the absorption through 
very thick layers of HCl gas, bands have been observed at 1.76, 1.20, 
and 0.916m, the last mentioned being 10,000 times weaker than tlie 
3.46 band ^ 

The occurrence of these ‘'harmonic^' bands with the expected 
variation in strength, and, the agreement of the spacing in all bands, 

1 Hebzbbro md SrnsTKS, Z & ds . f . Fhysik , vol. 89, p. 474 (1934) ; Cleaves and 
EnWAnns, Phys. Em , vol 48, p 850 (1935). 
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including the rotation spectrum, with theoretical expectations, consti- 
tute strong evidence that our interpretation of these infrared absorp- 
tion spectra is essentially correct. A further check is furnished by a 
connection with the heat of dissodaUon of the molecule The heat of 
dissociation represents the energy that must be added to a molecule 
in its lowest quantum state in order to separate the atoms and leave 
them at rest an infinite distance apart. Obviously, the energy of the 
molecule in any possible quantum state must be less than the energy of 
the separated atoms, else the molecule would dissociate spontane- 
ously. Hence, the quantity A p for any molecular line, representing the 
difference in energy between two molecular states, must be less than 
the heat of dissociation. For the HCl band at X = 0 916^, 

Q V 1010 

A. = 6.6 X 10- X oW>OFi = 2-2 X 10- erg. 

In the ^'International Critical Tables,^’ ^ the heat of dissociation of a 
gram-molecule of HCl, for dissociation into H 2 and CI 2 , is given as 
92 kilojoules, whereas the heats of combination of a gram-atom of H 
or Cl into H 2 or CI 2 are, respectively, 211 and 120 3 kilojoules. Hence 
to dissociate 1 molecule of HCl into H and Cl requires 

(92 + 211 + 120.3) X gQ^'°iQ , - 3 = 7.0 X 10-^^ erg. 

This is more than three times the value of hv as just calculated for the 
highest-frequency vibration band of HCl that has been observed, so 
that the theoretical expectation is confirmed. 

(/) Effect of Thermal Agitation upon Infrared Bands . — No absorp- 
tion bands are observed for which v" > 0 in the spectrum of HOI. 
This is explained as a consequence of the wide spacing of the vibra- 
tional levels relative to the quantity kT. Molecules are seldom thrown 
by thermal agitation into a vibrational level which can serve as the 
imtial level for an absorption band with v" > 0. Even for X — 3.5ju, 
hv = 5.7 X 10"^® erg; whereas at jT = 288°K. (15°C ), 

kT = 288 X 1.38 X lO-i® = 4 X erg. 

If TTo, TFi are the energies of the two states involved in the production 
of X = 3 5fjLj the ratio of the number of atoms in the upper of these 
two states to that m the lower will be the ratio of their Boltzmann 
factors or, according to Eq. (148a) in Sec. 101 

— — g-OTi— Tro)/A>r ~ 0-^hv/hT -- 

Tlo 

iVol. V, p 176 
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This IS so small that practically all molecules of HCl will be m their 
lowest vibrational states (y = 0) at ordinary temperatures. Hence 
only the absorption band for which v" = 0 can be observed; and the 
observed rotation spectrum is the 0 — 0 vibration-rotation band 
(p ^ Q to V = 0) 

Among the various rotational levels, on the other hand, a wide 
distribution of the molecules occurs even at room temperature. For 
the experimental value of 20 6/2 cm makes Bh equal to 

6 6 X 10-2^ X 3 X 10'“ X ^ = 2 0 X lO-i' erg 

Thus, for these states, if the energy of the lowest is taken as zero, 
TF = /(J + 1)X2X 10“^® erg, which is much smaller than kT. 
For J = 10, we find ^ = 0.0041. Furthermore^ there 

are 2/4-1 fundamental states for each J (with M = — J, * * • J), 
so that even states with J as large as 10 will occur 

(2 X 10 4- 1) X 0 0041 = 0.08 

times as often as states with / = 0 This result agrees nicely with 
the number of lines that are actually observed in the HCl band at 
3 5/x ^ 

In some other substances, such as I 2 , an appreciable fraction 
of the molecules are normally in higher vibrational states, and other 
bands can occur in absorption or in the rotation spectrum 

(g) Infrared Bands of Other Types of Molecules. — Vibration- 
rotation spectra are known for many other molecules than those 
which have been mentioned. Their structure is often more complex 
than that described above; in many cases transitions for A/ = 0 are 
permitted, so that an additional sequence of lines occurs and there is 
no gap in the center of the band Thus the absorption spectrum of 
CO 2 shows many vibration-rotation bands in the region from 1.46 m to 
15 50 m, and that of water vapor shows many from 0 69 m to 6 26 m*; 
these bands, together with the rotation lines of water vapor, are respon- 
sible for the marked infrared absorption of the earth^s atmosphere. 

In order to exhibit vibration-rotation and rotation spectra of 
appreciable mtensity, a molecule must possess an electrical moment. 
Homonuclear diatomic molecules, such as O 2 , N 2 , H 2 , CI 2 , possess no 
moments and, hence, have no spectra of these two types. Gases 
composed of such molecules are entirely transparent in the infrared. 

166. General Theory of Molecular Quantum States. — Up to this 
point, the electrons in the molecule have been ignored, Actually, the 

* WBtZEL, Zoc, du 
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wave fimction for a molecule must contain the coordinates and spins 
of all of the electrons as well as the coordinates of the nuclei. When 
atoms unite into a molecule, the inner electrons in each atom can be 
regarded as remaining associated, more or less, with the nucleus of 
that atom; but the outer electrons come to belong to the molecule 
as a whole rather than to any individual nucleus. 

(d) AppToxtffKitc SspcLTCLiwTi of JElcctTOYbic dud NuclcdT Motwus, 

In many cases, especially for the diatomic molecules, the wave func- 
tion can be separated approximately into two factors, of which one 
has reference to the electrons, whereas the second factor represents 
vibrations of the nuclei and rotation of the molecule as a whole 
The first factor then represents the electrons as being in a certain 
electron'ic quantum state This electronic factor is analogous to the wave 
function for the electrons in an atom. Both the energy and the 
wave function of the electronic state, however, will depend upon the 
relative positions of the nuclei In this respect the situation in a 
molecule is quite different from that in the atom The mutual electro- 
static energy of the nuclei is commonly included in the energy of the 
electronic state The electronic energy as so defined possesses a 
minimum value for certain relative positions of the nuclei,’ if they move 
closer together, or move farther apart, th^ electronic energy rises and, 
hence, so does the energy of the molecule. Thus the energy of the 
electronic state is equivalent to a potential energy tending to hold 
the atoms together in definite relative positions of equilibrium. It is 
in this way that an interatomic potential energy arises in a diatomic 
molecule such as was sketched in Fig. 123. 

In this same approximation, the energy W of the molecule can be 
^vritten as the sum of two parts, a negative part We, representing 
roughly the average of the electronic energy, including also the elec- 
trostatic energy due to the mutual repulsion of the nuclei, and a 
much smaller positive part Wrv, which is associated with vibration of 
the atoms relative to each other and with rotation of the molecule as 
a whole. Thus 

W ^ We + Wr. (248) 

For a diatomic molecule, the energy Wrv is what was denoted by W in 
Sec. 155, as in Eq. (244a) or (246). 

For a detailed discussion of electronic states we must refer the 
student to other books, ^ but something may be said here by way of 
explanation of the not^^tion that the student lyill meet. Only diatomic 
ipolecules will be discussed. , , , , 

' Cf Herzbero, Molecular Bpec^aand Molecular Structure,'^ Chaps, IV, V 
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(6) AjS Coupling, — As m the theory of atomic states, electronic 
spin may be treated in different ways according to circumstances. 
If the electronic spin-oriit effects are small, it is possible, as a first 
approximation, to assign a fixed value to the component of the orbital 
angular momentum of the electrons about the nuclear line, or line 
joining the two nuclei, w-hich is an axis of symmetry The magnitude 
of this momentum is denoted by A/i/27r, where A is some positive 
integer or zero The quantum number A corresponds to A or Afz, in 
atomic theory, which refers to the component of the angular momen- 
tum of the atom in the direction of the axis of coordinates. In a 
diatomic molecule a unique choice of axis is supplied by the nuclear 
line The total orbital momentum of the electrons cannot have a fixed 
value in a molecule; hence there can be no quantum number L, 
Spectroscopically, however, A plays a role somewhat analogous to L, 
since states corresponding to different values of A have different 
energies. Hence, in imitation of the atomic notation for LS coupling, 
states with A = 0, 1, 2, 3, * • • are indicated by the letters S, n, A, 
, respectively. ' 

The electronic spins are then combined, with the introduction 
of a quantum number S The value of + 1 is often written as a 
superscript Thus, we obtain a set of AS electronic states represented 
by such symbols as 

IS, in, m, • • • ; "s, ^n, ^n, • • • . 

As with atoms, an important significance of the quantum numbers 
lies m the associated selection rules. There is a strong tendency for 
transitions to be limited to those for which 

AA = 0 or ±1, AS = 0. 

Instead of introducing next the electronic spin-orbit effects, 
however, as is done in atomic theory, we now turn to the consideration 
of the nuclear motions, the effect of which upon the energy we are 
assuming to be much larger than the electronic spin-orbit effects. 
Each electronic state of the molecule may be combined with any one 
of the vibrational states for the nuclei, which may be numbered off 
as before with a quantum number 2 ? — 0, 1, 2, • • • . The orbital 
angular momentum of the electrons is then added vectonalljr to the 
angular momentum of rotation of the nuclei about axes perpendicular 
to the nuclear line. This results in the introduction of a rotational 
quantum number it, which may have any integral value such that 

A. 
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The quantum number K. has the significance that the square of the 
resultant orbital angular momentum of electrons and. nuclei together 
has the value K{K + The general selection rule for K is 

that 

AX = 0 or +L 

We obtain in this way a set of eUctronic-mbration-^otation states 
for the molecule, numbered with quantum numbers A S v K. But 
the electronic sptTi^orbit eff ect has not yet been considered. In prepara- 
tion for its introduction, we must now add the total orbital angular 
momentum of electrons and nuclei, represented by X, to the total 
angular momentum due to electronic spin, represented by <S, thus 
obtaining a grand resultant angular momentum, for which we will 
introduce the usual quantum numbers J and M. The possible values 
of J are integrally spaced from K S down to |X jS|. The effect 
of the electronic spin-orbit interaction is then, as in atomic LS coupling, 
to separate states having different values of J . Thus a fine structure, 
analogous to the LS multiplet structure, is mtroduced into the elec- 
tronic-vibration-rotation levels. The superscript in such a symbol as 
T[ refers to the (normal) number of J levels in this fine structure. 

In singlet levels, with S = 0, there is no fine structure, just as in 
atoms. For such levels, J = K, and the quantum number X need 
not be used. The HCl molecule, for example, is normally in a ^2 
electronic state; hence, the discussion of the vibrational and rotational 
states of this molecule as given above was adequate. 

(c) Q Coupling — ^When the electronic spm-orbit effects are not 
smaller than the effects of molecular rotation, other modes of approach 
by means of perturbation theory become appropriate. We shall men- 
tion only one of them, briefly If the spin-orUt effect is actually large, 
we have the analog of jj coupling in atoms. In this case, the electronic 
orbital and spin momenta about the nuclear line are first added 
together, their magmtude bemg represented by a quantum number 0. 
The values of 12 are integral or half-integral according as the number 
of electrons in the molecule is even or odd. Each electronic state, 
characterized by a value of 0, is then combined with a vibrational 
state represented by quantum numbers v and J. Thus in this form 
of couplmg, as when ;S = 0, the rotational levels correspond to the 
value of J. 

(d) The energy of a molecular stale thus depends, in the case of AS 
coupling upon five quantum numbers, A S v K J, or in the case of i2 
coupling upon three, 12 r /. Its variation with the various numbers 
presents, however, several different orders of magnitude. The varia- 
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tion with K ov J is comparatively small. Spectral lines that differ 
only in the K values for the initial and final states lie close together 
and form a band, similar to the vibration-rotation bands that have 
been described In such cases, if / 9 ^ K, the energy varies still less 
with J, the effect of this variation being only to introduce a fine struc- 
ture into the lines of the band. In the case of 0 coupling, on the 
other hand, the lines of a band arise from differences 

in the values of J. The energy varies much more ^ 

rapidly with v than it does with K or J. Each pair 

of values of v, one for the initial and one for the final 
state, gives rise to a possible band. The electronic HZUZZ 1 
states, finally, charactenized by various values of A and 
or of Q, are separated in energy by differences of the 
order of those between atomic LS terms. These ■■ ■ - 0 

general features of the array of molecular levels are 
illustrated for a simple case in Fig 126. 

167. Electronic Bands. — The most general type of 
transition between molecular states is one in which 2 

changes occur m the electronic state of the molecule as 


well as in its nuclear vibration-rotation state. The 
spectra hitherto discussed, of rotational or vibra- 
tional type, represent special cases in which the elec- 
tronic state does not change. Such spectra constitute, 
however, only a small fraction of all known band 
spectra. When the electronic state does change in a 
transition, the resulting change in energy is usually 
so large that the band lies in the visible or ultraviolet 
region of the spectrum. Such bands may be called 


t 

— Q 

Fig 126 — 
Diagram, illus- 
trating general 
arrangement of 
molecular levels. 
To make the 
scale correct, the 
rotational levels 


(numbered by 
ir — J) should 
be drawn much 
closer together, 
and the m and 
^ groups should 
he much farther 
apart 


electronic bands. 

In transitions characterized by a given pair of 
electronic states and by given values v' and v" of v, 
representing a fixed pair of vibrational states, various 
changes of J (and of K, \i K 9 ^ J) may occur. The 
resulting lines form a single hand All of the bands 
due to transitions between a given pair of electronic states, for all 
possible values of v' and v", are said to form a hand system. Because 
various electronic jumps are possible, the band spectrum of any 
molecule consists of many band systems 

The lines in a given electromc band are hmited by the selection rules 


A2J: = 0 or +1, AJ = 0 or ±1. 


Even aside from the fine structure that exists when the rotational levels 
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are numbered by a quantum number K which is different from J , elec- 
tronic bands are commonly more complicated than the simple type of 
vibration-rotation band described above because transitions for 
AX = 0 (or AJ = 0) are allowed. Lines for which AX (or AJ if 
there is no fine structure) has the opposite sign to Av are said to con- 
stitute the P branch of the band, those for AX = 0 (or AJ = 0) 
constitute the Q branch; those for which AX (or AJ) is in the same direc- 
tion as Av form the R branch. The Q branch is frequently missing, 
however, for special reasons, e g ^ in all bands arising from a S 2 
electronic transition. When K ^ J, what is regarded as a single 
band sometimes contains more than one branch of each type 

A good approximate expression for the energies of the molecular 
levels is often obtained if we employ an expression like that in Eq 
(246) for the vibration-rotation part Omitting the small Dv term, 
we have then for the molecular energy, in cm 

+ B,K{K + 1) • • (249) 

where is positive Thus, for the levels belonging to two different 
electronic states, we may wnte 

+ 1 ), 

+ 1 ^"" + + 1 ); 

and we then find for the three branches of the band, as a generalization 
of (247a) and (2476) . 

P: v',K - 1, t;",X: p = + w - (P^ + P'^OX 

+ (P;^ -- P'i^OX^ (250a) 

Q: t;',X; r",X. p == p. + W + (P^ - X^)X 

(X + 1) (2506) 

Ri v',K; v'\K -1. y = ve+ w + (X,. + P»X 

+ (250c) 

Here X refers in each case to the larger of the two values of X concerned 
in the transition. If the quantum number X does not exist for the 
levels in question, X is to be replaced by J in all equations from (249) 
to (250c). The symbol Pe = (1^« — and represents the fre- 

quency that would arise from the electronic transition alone; whereas 
Pv'v'' — and it is assumed that v' ^ t;". 

Since the quantities and in Bqs. (250a) to (250c) refer to 
different electronic states, they may be expected to differ considerably. 
We may suppose the forces between the atoms to be quite different 
in the two cases; hence, their positions of equilibrium and the values 
of the moment of inertia of the molecule are al^o different. This is 
in contrast to the case of the vibration-rotation bands, where 
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varies only a little from one level to another. The quadratic terms 
m (250a, b,c) , therefore, will soon make themselves felt. As K increases, 
the trend of v in one branch will soon be reversed, in the P branch 
if > B'i", m the R branch if B/ < B'^^. It is thus a general 
characteristic of electronic bands that one branch is folded back on 
itself and on top of the others. At the point in the spectrum where a 
branch turns back, the lines are crowded together, forming a band 
head. The band appears to shade away from the head; some bands 
are shaded in this way toward the red, some toward the violet. When 
a Q branch is present, it may form a second head, although such 
behavior is not obviously predicted by Eq. (2506). 



Fig 127 — Fortrat diagram for the CuH band X4,280 A. The lines are represented by 
circles, the ordinate representing the larger J value for the transition. 

A band of this type is often represented graphically by means of a 
Fortrat diagram, on which each line is represented by a point or circle, 
the ordinate representing K (or J) and the abscissa, v. 

Such a diagram is shown m Fig. 127 for the CuH band X4,280 A, 
which has no Q branch; a spectrogram of this band due to Professor R. 
Mecke is shown in Fig. 128. The band is shaded toward the red from 
a head which is plainly shown in the spectrogram. The electronic 
transition is 

The number of different bands in a band system^ all arising from 
the same electromc transition but with various values of t;' and v'% 
may be very large. The change m v, v' — v'^, however, although not 
confined to ± 1 as for a harmonic oscillator, tends to be restricted to 
moderate values. A spectrogram showmg parts of three such band 
systems ie reproduced m Fig. 129. Extrepiely low^^ dispersion was 
used m order to include a wide spectral range, hence each hand appears 


23,095 cm^ ^ Pq 23,360 cm’ 



-i >• »'»•"■*- . 
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CN (Red) 4606 i 4 4216 A 3883 A 3590 A 

CN (Violet) 

Fig 129 — Bands of CN and C 2 (carbon aic in air) Three band systems are shown 
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as a single line in the figure; the groups that seem to the eye to stand 
out are groups of bands having in each case the same value of the 
difference v' — The values of v', v" {e,g ,6 — 3) are shown for a 
few bands. The Swan bands of C 2 result from a TE — electronic 
transition; the violet CN bands, from a > ^2, the red CN bands, 
from a ^ ^2 transition. 

The rotation spectrum of a molecule like HCl (Sec. 154) can be 
regarded as the 0 — 0 (i c , ?; = 0 to = 0) band, and the vibration- 
rotation band (Sec. 155) as the 0 — 1 band, of a band system in which 
the molecule remains in its normal state. In the halogen hydrides, 
like HCl, this latter is a ^2 state; therefore, J = K and, as already 
remarked, there is no fine structure. There is also no Q branch, 
and it is partly for this reason that the band exhibits a gap in the 
center. Furthermore, there is no band head because the P and R 
branches do not fold back but form a single straight sequence of lines. 
Thus, bands of this sort are exceptionally simple m form. 

Many other interesting features of band spectra could be discussed 
if space permitted We shall mention only one more fact. The 
vibrational and rotational frequencies are affected by the masses of 
the atoms, so that the band spectra of molecules containing different 
isotopes of the same element are slightly different. Extra lines in 
band spectra have sometimes led to the discovery of rare isotopes, 
such as the oxygen isotope of atomic weight 18, present in only about 
l/500th as great concentration as 0^®.^ 

For further information about band spectra the student is referred 
to the treatises mentioned in a footnote to Sec. 153 above or to the 
literature 

168. The Raman Effect — As a final topic m spectroscopy brief 
mention will be made of the Raman effect. 

When light passes through a 'transparent” substance, solid, 
liquid, or gaseous, a certain part of the hght is scattered in all direc- 
tions (the Tyndall effect). The most familiar example is the light 
from a clear sky. Rayleigh ascnbed such effects to scattering by the 
individual molecules, or by groups of molecules much smaller in linear 
dimension than the wave length of the light If the incident light is 
monochromatic, the scattered hght is ordinarily observed to be 
unchanged in frequency, in accordance with Rayleigh’s theory. 

It was shown in 1925 by Kramers and Heisenberg,^ however, that, 
according to classical electromagnetic theory, if the scattering electrons 

1 GiAtrQtrE and Johnston, Nature^ vol. 123, p. 318 (1929), Mecke and Childs, 
ZetU f Physikj vol. 68, p 362 (1931) 

® Kbamehs and Heisenberg, Z&its.f, Phys%hj voL 31, p. 681 (1925). 
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in an atom or molecule are in motion, the scattered light should con- 
tain other frequencies in addition to that of the incident light. Failure 
to notice this implication of classical theory had been due to the 
common assumption that the radiating particles were at rest except as 
disturbed by radiation. In 1928, independently of the theoretical 
prediction, Raman and Krishnan discovered the phenomenon experi- 
mentally,^ in the course of an extensive study of scattering by liquids 
and solids The scattering of light with a change in its frequency has 
been studied extensively since then and is commonly called the Raman 
effect 

To observe the Raman effect, the incident light should be mono- 
chromatic and very intense. The scattered light is then seen to con- 
tain, besides a line of the same frequency as the incident light, several 
weak lines of other frequencies. If the frequency v of the incident 
light is varied, these other lines move along the frequency axis at the 
same rate, maintaining constant frequency differences from v and not 
changing greatly in intensity. In these respects the Raman lines 
differ sharply in behavior from fluorescent lines, the frequencies of 
which are fixed by the scattering substance and which flash out only 
when the incident frequency falls upon an absorption line of the 
substance. Thus, in the Raman effect, it is frequency shifts in the 
scattered spectrum that are determined by the nature of the scatterer 
rather than the frequencies themselves. 

The explanation of the Raman effect in terms of quantum theory 
is very simple. When a photon of frequency v is ''scattered'^ by an 
atom or molecule whose quantum state is not altered in the process, the 
scattered photon has the same frequency as had the incident photon 
But it may happen that the atom or molecule is changed in the process 
from a state m which its energy is TFi to a state of different energy 
Wa. If this happens, conservation of energy requires that the fre- 
quency v' of the scattered photon be modified so that 


hence, 


hv^ + W‘>^hv + T7i; 


/ - r + 


Wx — TF2 


In terms of such ideas the Raman effect had been predicted, tenta- 
tively, at a much earher date by Smekal. 

In the expression just written for i^', the term {Wx — W 2 )/h can 
be interpreted as a frequency vx 2 that the atom might conceivably emit 

1 Raman and Keishnan, Nature, vol 121, p 501 (1928); Raman, IndtanJoum, 
Phys , vol 2, p. 387 (1928) 
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or absorb in the usual way, in jumping from the first state to the 
second Thus for the Raman line we may write 

= r + w^. 

The difference between the frequency of each Raman line and the frequency 
of the mcident light is thus equal to the frequency of some conceivable 
emission or absorption line of the scattering atom or molecule 

The intensity of a Raman line has nothing to do^ however, with 
the intensity of the emission or absorption line that is thus correlated 
with it The selection rules for the two are quite different; transitions 
that are forbidden in ordinary spectra may occur freely in the Raman 
effect This is one reason for its great theoretical interest. According 
to wave mechanics, a Raman jump is possible between two atomic or 
molecular levels A and B only when there exists at least one third level, C, 
such that ordinary radiative transitions are allowed between A and C 
and between B and C It is almost as if the atom or molecule actually 
jumped first from A to C and then from C to B. The relative probabil- 
ities of the various processes do not correspond to this simple picture, 
however, nor can it be said that the atom or molecule remains any 
definite length of time in C, as it does in the production of fluorescence 
By means of these principles the array of lines to be expected in any 
given case is easily worked out. In the case of the scattering of light 
by molecules, for example, there may be Raman lines associated with 
the rotational or vibration-rotation spectra of the molecule, in case it 
possesses such spectra In the common type of rotation spectrum, 
the selection rule is A/ — ±1 (Sec. 154). For the Raman lines 
associated with this spectrum, therefore, the selection rule will be 
either A J = 0 {i.e , J / ± 1 for a jump from A to (7 and 
from B %o C) or A/ = ±2 (e gr., / — ^ / + 1 and J + 1 J + 2). 

The case, AJ = 0, however, involves no change in the molecular 
energy and hence merely contributes to the ordinary or Rayleigh 
scattering. Thus, effectively, for Raman lines of purely rotational 
origin, we must have 

AJ = ±2. 

The incident line, as seen in the spectrum of the scattered light, 
should thus be accompanied on each side by several lines spaced twice 
as far apart on the frequency scale as the lines of the rotational 
spectrum. From Eq. (241), it is easily seen that the innermost lines 
will be distant from the unmodified line 1.6 times as far as the spacing 
between the Raman lines themselves [the frequency differences of the 
vanous toes being proportional to 2(2/ — 1), with / ^ 2, / referring 
to the upper level]. 
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Besides these rotational Raman lines, there should also appear, 
at a much greater distance and only on the long-wave side, a band 
corresponding to the ordinary vibration-rotation spectrum. This can 
arise from the following Raman transitions, connected to third 
levels by allowed transitions as shown, the value of v being indicated 
numerically' 


, I 

f 1, J + 2 

[ 

f 0, / + 1 1 

f 1, J + 1 1 

0, j 

1,J 

f 

0, { 

1, J - 1 1 

0, J - 1 f 

1 ’ i 

1 1, J-2 

^ i 


1 , / + 2 
1 ,/ 

1, J - 2 


Thus, for this band, the Raman selection rule is 
Av = 1, A/ = 0 or ±2 


Lines for which AJ = 0, involving almost no change m rotational 
energy, will coalesce into an intense line in the approximate position 
of the missing central line of frequency or Pio in the vibration- 
rotation band. On each side of this intense line, there should then 
appear other much fainter lines for A/ = + 2 spaced twice as widely 
as in the rotational spectrum. In case the vibrational level for z; = 1 
lies so low that a considerable fraction of the molecules are maintained 
in this state by thermal agitation, a similar but weaker Raman band 
should be observed on the short-wave side of the exciting line as well, 
associated with the transition v = — 0. 

The Raman spectrum as observed in light scattered by gaseous 
hydrogen halides such as HCl fulfills these predictions. The spectrum 
of the light scattered by HCI gas when strongly illuminated by light 
from a mercury arc in glass was studied by Wood and Dieke.^ They 
found a line at 4,581 8 A which they interpreted as the single intense 
line m a vibration-rotation Raman spectrum excited by the Hg 
line at 4,047 A. The frequency difference between these two lines is 
2,886 0 cm which is in excellent agreement with the frequency of 
the missing central line in the 3 5^ band from HCl, mz,, 2,885.4 cm.“^ 
[Sec. 155(6)]. Much closer to the exciting line and on both sides of it 
there were also a number of lines which they interpreted as a rotational 
Raman spectrum. 

The data obtained by Wood and Dieke for the rotational Raman 
lines excited by another mercury line, X 4,358 A, are reproduced in 
Table XI, the wave lengths X of the lines being given in angstroms 
Under is given the separation in wave numbers of each Raman 

line from the exciting line; under 'V are given the initial and 

1 Wood and Dieke, Phys Rev , vol 35, p. 1355 (1930). 
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final values of J; as (vi + is given the sum of the frequencies of 
the two rotational lines that connect the two states (e.gr., for 1 3, 

the frequencies of the rotational lines for 1 2 and 2 3 are added 

together) The rotational frequencies are taken from Table X in 
Sec. 154; where observed values are missing, calculated values taken 
from the last column of Table X are used or others calculated from 
the same formula there employed. The agreement between v vq 

Table XI — Rotational Raman Spectrum for HCL Excited by X 4,358 A 



and (pi + P 2 )mf IS sufficiently good, in view of the uncertainty of the 
infrared data, to constitute strong confirmation of the theory as to the 
origin of the Raman lines. 


Many Raman spectra have been observed.^ Commonly they are 
more complicated than the very simple type exhibited by HCL Even 
homonuclear molecules, such as O 2 and N 2 , give Raman spectra 
corresponding to vibration-rotation and rotational spectra, although 
the latter spectra cannot be observed directly [Sec. 155(0f)]. The 
Raman effect thus constitutes a valuable tool in the study of molecular 
quantum states. 

^ For a more extensive discussion see Glockler, Rev, Modern Phys.j vol. 15, 
p 111 (1943). 









CHAPTER IX 

THE QUANTUM THEORY OF SPECIFIC HEATS 

In the last few chapters, we have discussed the application of 
quantum theory to the processes of the emission and absorption of 
radiation. The next important application of quantum theory after 
the publication of Bohr’s first paper was made in a different field, 
in relation to the theory of specific heat. The success of the theory 
in this field demonstrated beyond doubt the wide range of applicability 
of the new ideas In this chapter we shall discuss very briefly the 
applications of quantum ideas to the theory of specific heats, mamly 
with the purpose of pointing out how the newer theory succeeded 
where the old one had largely failed. 

For the benefit of students who are not at the moment interested 
in specific heats, it may be remarked that none of the material in this 
chapter is necessary for the understanding of later chapters. 

169. Variation of Specific Heats of Solids with Temperature. — 
Over 100 years ago, Dulong and Petit, as a result of the determination 
of the specific heats of a number of elements, such as iron, lead, silver, 
gold, concluded that '‘the product of the atomic weight and the 
specific heat is the same for all elementary (solid) substances.” This 
law is known as the “law of Dulong and Petit.” The product, 
atomic weight by specific heat, is known as the aiomic heat. 

The law of Dulong and Petit represents at best only a rough 
approximation, and there are some notable exceptions The atomic 
heats in terms of joules are given for 63 elements in crystalline form 
in the “International Critical Tables.” Converted into calories, the 
atomic heats of 58 of these elements average 6 15 cal. per gram-atom; 
but they exhibit considerable variation, ranging from 5.38 to 6 93. 
The atomic heats of the remaining 5 of the 63 elements are m complete 
disagreement with the law: boron, 3.34; beryllium, 3 85; carbon 
(diamond), 1.46; hydrogen (sohd), 0.57; silicon, 4.95. These 5, with 
the exception of hydrogen, are hght elements having high melting 
points: boron, 2300; beryllium, 1350; silicon, 1420'’C. The specific 
heats are taken at ordinary temperatures wherever possible. 

The exceptions to the law of Dulong and Petit were the subject 
of extended research, and it was early discovered that at least one 
reason for the failure of the law in these oases was the fact that the 
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specific heat varies with temperature. Thus, m 1872, Weber observed 
that the specific heat of diamond carbon) increases threefold 
between 0 and 200°C The study of specific heats of substances as 
a function of temperature has been greatly facihtated in recent years 
by the availability of liquefied gases for makmg measurements at 
low temperatures It has been found that below a certain temperature 
characteristic of each substance the specific heat of any solid decreases 
rapidly with decreasmg temperature, ultimately reaching a value 
almost zero. Figure 130 shows the variation with temperature of the 



Fig. 130 — Variation of atomic heat at constant volume with temperature 

atomic heats at constant volume of four characteristic substances: 
diamond, silicon, alummum, and lead The atomic heat of lead at 
ordinary temperatures is observed to approximate the value required 
by the law of Dulong and Petit, but below a temperature of about 
100°K it drops very rapidly toward zero The curves for the other 
three substances have the same general form as that for lead. They 
differ mainly (1) in the temperature above which they seem to obey 
the law of Dulong and Petit and (2) in the rate at which the atomic 
heat decreases below that temperature In the case of diamond, the 
curve suggests that a value of about 6 cal. per gram-atom per degree 
would not be reached until the temperature exceeded 2O0O°K. 

The curves for nearly all substances are similar to those shown in 
Fig. 130; they Ke between the ciirves for lead on the one side and for 
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diamond on the other, very commonly even between those for alumi- 
num and for lead. Smce most of the measurements on which the 
law of Dulong and Petit was based were made at room temperature, 
it IS obvious why the law was so nearly obeyed. 

The curves for different substances are not only anular in appear- 
ance but can be brought (almost) into coincidence by suitable change 
m the temperature scale for each curve. Thus, if the abscissas of the 
curve for aluminum be multiplied by a factor of 4.6, this curve will 
nearly comcide with that for diamond. The crosses (X) on the curve 
for diamond represent the points from the aluminum curve shifted 
in the way descnbed This fact indicates that the curves are closely 
related to each other by some fundamental underlying law. What is 
this fundamental law which governs the variation of specific heat 
with temperature and which, at sufficiently high temperatures gives 
the law of Dulong and Petit? Classical physics failed to find the law 
The quantum theory was more successful. 

160. Classical Theory of the Specific Heats of Solids. — ^According 
to classical conceptions, the atoms of a solid element at the absolute 
zero of temperature would be at rest m positions of equilibrium under 
the action of their mutual attractions and repulsions. Let us con- 
sider the energy of the solids in this state to be zero. When the 
temperature is raised, the atoms wiU be set into vibration about their 
positions of equilibrium; but as long as the ampUtude of vibration 
is not too large, the restormg force will be proportional to the dis- 
placement and the vibrations will be of the simple harmonic type. 

Each atom of the solid, hke a monatomic gas molecule, has obvi- 
ously 3 degrees of freedom. According to the principle of the equi- 
partition of energy, discussed in Secs. 78 and 79 of Chap. V, when the 
solid is at an absolute temperature T, each degree of freedom will 
have an average amount of energy given by 


E = kT, 


k being Boltzmann’s constant. That is, for each degree of freedom 
there is average kinetic energy equal to because the motion 

IS simple harmonic, there is also potential energy averagmg ^kT as 
weU. The total average energy per atom is thus 3kT. The total 
thermal energy of agitation of a gram-atom of the solid, containing No 
atoms, IS, therefore. 


Wj. = ZNokT = SET, (251) 


smce N ok — R, the gas constant for a gram-atom. 
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Now the specific heat of a substance is equal to the energy required 
to raise the temperature of 1 gram 1 degree; hence, the atomic heat is 
equal to the energy required to raise the temperature of 1 gram-atom 1 
degree. If, dunng this rise in temperature, the substance is not 
allowed to expand, all of the added energy goes to increase the energy 
of vibration of the atoms Calling the value of the atomic heat at 
constant volume, measured in mechanical units, C», it follows that 

C, = ^ = ZR. (252) 

According to classical theory, then, the atomic heat at constant 
volume of a monatomic solid should be (1) constant and inde'pendent 
of temperature and (2) equal to three times the gas constant R. Since 
the numerical value of 22 is 1 9856 cal per gram-atom per degree, it 
follows that the numerical value of Cvj on the classical theory of the 
equipartition of energy, should be 

Cl, = 5 96 calories per gram-atom per degree. 

The values ordinarily given for the specific heat of a solid refer, 
to be sure, to the specific heat under constant pressure. The differ- 
ence, however, is at most a few percent.^ Hence, to a first approxima- 
tion, the value just found for Cv is the numerical value of the atomic 
heat as required by the law of Dulong and Petit 

The value of given m Eq. (252) is obviously very close to the 
value which the curves in Fig. 130 approach asymptotically as the 
temperature increases. But Eq. (262) predicts no variation in atomic 
heat with temperature, as is exhibited by these experimental curves 
161. Einstein’s Theory of the Atomic Heats of Solids. — An impor- 
tant advance in the theory of the specific heats of solids was made by 
Einstein,^ who applied the quantum theory to the vibrations which 
atoms were assumed to execute about their positions of equilibrium 
Let it be assumed (1) that the atoms of a monatomic solid vibrate 
with a frequency v, the same for all atoms, which depends on the mass 
of the atom and on the restoring forces brought into play when the 
atom IS displaced, and (2) that the average energy associated with 
each degree of freedom is that given by the quantum theory for a 
harmonic oscillator, or, by Eq (116) in Sec 83, 


. - 1 

^ See any book on Heat, e.g., J. M. Cork, ^*Heat,** p. 233, 1933; J. K. Roberts, 
''Heat and ThermodyhaJnicss,” p. 157, 1933. 

* Atm d Fhyuh^ voL 22, p. 180 (1907). 
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Since each atom has 3 degrees of freedom, the average energy per 
atom Ea IS, then, 

f - 

^v/kT _ 


and the total energy Wa of the No atoms in a gram-atom is 


Wa = NoE. = 


ZNohv 

^v/hT _ 1 


As before, the atomic heat at constant volume is obtained by differen- 
tiating W A with respect to T. Therefore, 




dW A 
dT 


= ZNohv 


t 

_ 1)2“ 


hv 

kT^’ 


or, after rearranging and remembering that JVofc — R, 


= SR 


^eh,/kT 


This is Einstein’s equation, based upon the older quantum theory, 
for the atomic heat of a solid at constant volume. It differs from 
Eq. (252) in that the term 3E is multiplied by the quantity within the 
square bracket, which is a function of temperature. Thus according 
to the quantum theory Cv is a function of temperature. 

Now the experimental curves m Fig 130 show three main charac- 
teristics: (1) they have essentially the same form, as we have seen, foi 
all substances; (2) at low temperatures, the atomic heat approaches 
zero, (3) at high temperatures, t e , sufficiently high for each substance, 
the atomic heat approaches the constant value ZR. 

Einstein’s equation, (254), agrees with experiment as regards these 
three characteristics. (1) According to Eq. (254), the atomic heats 
of different substances will differ only because of differences in the 
characteristic frequency v. At corresponding temperatures, such 
that the values of the ratio v/T are the same, the value of C* will 
be the same for all substances. (2) If T-^O, the quantity hv/kT 
becomes infinite, and it may readily be shown that the square bracket 
in Eq (254) becomes zero. Einstein’s equation, therefore, pre- 
dicts correctly that the atomic heat should become zero at absolute 
zero (3) If kT becomes very large with respect to the product hv, 
hv/kT approaches zero, and the square bracket approaches unity. 
At high temperatures, therefore, the atomic heat should approach 
ZR, in agreement with experiment and with the law of Dulong and 
Petit. 
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For intermediate tempeiatiires, Eq (254) predicts qualitatively the 
collect variation of atomic heat with temperatuie, but it yields too 
low values at low temperatures This is shown m Fig 133 below, 
in which the lower curve is for the atomic heat of aluminum as given 
by Einstein’s formula, w^hereas the cncles are the observed values of 
Cv used in plotting the curve lor aluminum in Fig 130 The frequency 
p in Emstein’s formula ^vas chosen so as best to lit the data In spite 
of the disagieement, really comparatively small, betw^een theory and 
experiment, it is remarkable that Emstein’s simple theory should 
predict values of so nearly correct 

162 , Characteristic Frequencies. — Einstein’s formula for the 
atomic heat of a solid, given in Eq (254), contains, in the frequency p, 
a single constant characteristic of a given substance. Experimental 
values of this constant can be obtained from the atomic-heat data by 
choosing p so as to obtain the best fit between Einstein’s formula 
and the data But several independent methods of estimating v have 
also been proposed They lead to values in substantial agreement 
with those computed from the specific-heat curves 

(a) From the Reststrahlen^^ or ^^Restdiial Rays ’’ — One of the most 
convincing of these methods is that due to Rubens^ and collaborators, 
in which they used the phenomenon of selective reflection for isolating 
long waves The reflectivity^ iZ of a substance for radiation of wave 
length X depends on both the coefficient of absorption of the substance 
and its refractive index n at that wave length, the value of R being 
given for normal incidence by^ 

(1 - n)2 -f. 

^ (1 + n )2 + 

here k = y being the coefficient of absorption for radiation of 

wave length X in the material.^ Any substance which exhibits selective 
absorphon in any spectral region presumably has resonating mecha- 
nisms the natural periods of which coincide with the central part of the 
absorption band In those regions, the value of k and, therefore, of 
m may become large enough compared with (n — 1) to raise the value 
of the reflectivity R considerably above its value for neighboring 

^Rubbks and Nichols, Ann, d Fhysik, vol. 60, p 418 (1897); Rubens and 
Kuelbaum, Ann d, Fhynhj vol 4, p. 649 (1901), Rubens and Hollnaoel, Fhd. 
Mag,, vol 19, p. 761 (1910) , Rubens and von Waktenberg, Komgl Prems, 
Akad, B&r,, p. 169 (1914). 

* For definition, See See, 70(e). 

* See Wood, R. W , ‘‘Physical Optics/'' 

* Thus /i is not the “ ahsprptmty " as defined in Sec. 70 (d). The fraction of the 

radiant energy that is absorbed in a short distance Axis ft Ax, ' 
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spectral regions The substance then exhibits selective reflection 
Confirmation of this relation between selective absorption and selec- 
tive reflection is found in the work of Nichols and of Rubens on quartz. 
Quartz is transparent, or nearly so, up to about 7 5fi but has two very 
strong absorption bands near together at about 8 5/i At 8 it 
is found to reflect 80 percent, while at 4 m, where it is quite transparent, 
it reflects only a few percent. 

If a continuous spectrum is reflected from a substance which shows 
selective reflection at a wave length Xo, the reflected beam will be 
relatively much richer in radiation of that wave length than was the 
incident beam After several such reflections, the radiation may be 
comprised almost entirely of the wave lengths which are selectively 
reflected, the remainder having been almost completely absorbed 
The radiation remaining after several such reflections is called “resid- 
ual rays’' or “reststrahlen ” 

By this method, Rubens and his collaborators succeeded m isolating 
the residual rays from a number of substances. A few of their results 
are shown in Table I, in companson with values of r calculated by 
means of Einstein’s formula from the curves for the specific heats 
of the same substances. The two sets of frequencies are in fair 
agreement with each other. 

(b) From Compressibilities — ^The frequency of vibration of the 
atoms, in Einstein’s theory, will depend upon the rate at which a 
restoring force comes into existence as the atoms are displaced from 
their equilibnum positions Now the atoms can also be displaced 
relatively to one other by compressing the substance; and, when this 
is done, the ratio of the stress thereby called into existence to the dis- 
placement determines the compressibility of the substance. A 
relation might be expected to exist, therefore, between the charac- 
teristic frequency of Einstein’s theory and the compressibility 
Einstein developed a tentative theory of this relation^ and used it to 
calculate values of v from compressibilities Two values of p thus 
calculated are given in Table I. 

(c) From Melting Points — This method of computing frequencies 
is due to Lindemann.2 It is based on the assumption that the melting 
point Tm. of a sohd is the temperature at which the amplitude of 
vibration of the atoms is equal to (“of the same order of magnitude as” 
would be preferable) the average distance apart d of the atoms. 
When an atom is executmg a simple harmonic motion with amplitude 
d and frequency v, we can wnte for its displacement 

1 Ann d, Physik, vol. 34, pp 170, 590 (1911). 

2 Phyz ZeiU , vol. 11, p. 609 (1910). 
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s == dsin27rvf. 

Its energy is entirely kinetic at the end of a swing, when its velocity is 
V = ” 27rj'd(cos27rv^)niai = 2'Kvd] 

hence, its energy of vibration is 

m being its mass. But by the principle of the equipartition of energy, 
cited in Sec. 160, combined with Lindemann's assumptions, the energy 
of the atom also equals ZkTm, where Tm is the melting point. Hence, 

2Tr^mvH^ = ZkTm 

Multiply this equation through by ATo, the number of atoms m a gram- 
atom, and then substitute iV'oW == A, the atomic weight, andiVoifc = 
the gas constant for a gram-atom, and we obtain 

2t^vH^A = ZRTm 

We can estimate d as follows If is the volume occupied by a 
gram-atom of the substance at temperature Tm, V a/ Nq is the average 
volume per atom; supposing this volume to be cubical in form and 
hence equal, according to Lmdemann^s assumption, to d®, we have 



Substituting this value of d in the last equation and solving for v, we 
find 

- - 


Table I — Comparison of Characteristic Frequencies 


Substance i 

From resid- 
ual rays 

From 

compressi- 

bilities 

From 

melting 

points 

From 

Einstem^s 

formula 


X 



NaCl 

52 Om 

5 77 



4 6 

KCl . . . 

63 4 

4 73 



3 7 

KBr , . . 

82 6 

3 64 


. 

3.2 

Aluminum 


. 

6 6 

7 6 

6.42 

Silicon .... 

. 

. . 


9 6 

XI. 9 

Lead 



2 2 

1.8 

1 61 

Diamond (extrapolated) 




32 6(?) 

30 8 



’*• All trequenaes are to be multiplied by 10** sec ”* 
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Some values of v computed from observed melting points by means 
of this formula are shown in Table I. 

The fact that values of v computed by these diverse methods 
agree roughly with one another and with those calculated by means of 
an application of Einstein^s formula to the specific heats indicates 
that there must be a substantial measure of truth in the assumptions 
underlying all of these theories Yet it can scarcely be said that any 
one of these methods of determining the value of v to be substituted 
in Einstein's equation leads to a very satisfactory theory of the 
specific heat 

163. Debye’s Theory of Atomic Heats. — ^An empirical improve- 
ment was effected in Einstein's formula by Nernst and Lindemann, 
who represented the specific heat as the sum of two terms of the 
Einstein type, each containing a different frequency This was a 
step in the right direction. A much more successful theory was 
developed, however, by Debye, who attacked the problem from a 
different angle. ^ 

Let us postulate, for the moment, a solid composed of atoms that 
have no thermal vibrations but are at rest in their respective positions 
of equilibrium. Let a system of standing waves, say longitudinal, 
be set up in the solid. Each atom is then vibrating with an amplitude 
that depends on the position of the atom with respect to the nodes 
and loops of the wave system If we superpose more and more 
standing-wave systems of both the same frequency as the original 
and of different frequencies, the vibrations of any particular atom 
become more and more complex, until, finally, we may approach a 
condition of atomic agitation similar to the temperature vibrations. 
Conversely, we may think of the temperature vibrations of the atoms 
of a solid as being equivalent to a vast complex of standing waves of a 
great range of frequencies. 

The set of standing waves thus imagmed is similar to the standing 
waves which we used in Sec 80 to represent the radiation field inside 
an enclosure, but it differs in two respects. In the first place, the 
range of frequencies here certainly does not extend to infinity. For 
each set of standing waves constitutes a degree of freedom of the 
solid, and the total number of degrees of freedom is only 3iV, where N 
is the number of atoms in the solid There exists, therrfore, an upper 
limit to the frequency of the standing waves. The wave length cor- 
responding to the highest frequency should be of the order of mag- 
nitude of the distance between atoms. 


^ Ann^ d. Phystk, voi 39, p. (1912). 
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In the second place, two different types of waves are possible m a 
solid (1) longitudinal waves, velocity vlj and (2) transverse waves, 
velocity vt These velocities are determined by the elastic constants 
of the material and its density. 

For the number of degrees of freedom per unit volume dni of 
longitudinal waves in the wave-length range d\ we obtained in Sec 
80, Eq (107)* 


duL = 


47rdX 


The correspondmg number dur for the transverse waves in the solid 
will be the same as for transverse electromagnetic waves as given by 
Eq (108) in Sec 80: 

, SwdX 


Changing wave length X to frequency v by the relations \ ^ v/v 
and \d\\ = (v/v^)dv, these equations become 


driL = 47r- 


Hv 


vl 


dUr == Stt 


v^dv 


The total number of degrees of freedom dn in unit volume of the 
solid in the frequency range v to v + dv is the sum, driL + dur, since 
both systems of waves are simultaneously present Therefore, 

dn = duL + dux = ^ v^dv (255) 

Now let us assume that with each of these degrees of freedom of 
frequency v there is associated an average amount of energy i equal to 

- _ hv 


as stated in Eq. (116) in Sec. 83. The total energy dW^ in this fre- 
quency range i' to v + dv in a, volume Va equal to the volume of a 
gram-atom is then 


dW A = VAidn == 4^Va 




p^dv, 


and the total energy of the gram-atom, taking into account all 
frequencies^ is 



dW A = 4x17^ 



hv^ 

^hy/hf ^ 


I 




(256) 
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where Vm is the maximum frequency of the vStanding waves We 
may take the lower limit to be 0 because the fundamental frequency 
of any solid body of experimental dimensions is very small relative 
to the frequencies of most of the standing waves 

An approximate value of Vm was obtamed by Debye from the 
condition that the total number of degrees per gram-atom must be 
3 Wo, where Wo is the number of atoms in a gram-atom. The number 
of the degrees of freedom can also be computed by integrating the 
expression for dn in Eq (255) from 0 to Vm Hence, 



Since the velocities are computable from the elastic constants, can 
be computed from this equation By means of Eq (257), we can 
also wnte for Wa, from Eq. (256), 


Wa 



hv 

^hp/kt ^ 


v^dv 


(258) 


This equation may be compared with Eq. (253) in Einstein^s theory. 

To bring out the qualitative features of the result, and for purposes 
of computation, it is convenient to change the variable of integration 
in Eq. (258) from v to 


X 


hi- 

kT 




The upper limit for x is then hvm/kT Since hv and kT both have the 
dimensions of energy, x is dimensionless, hence, hv^/k must have 
the dimensions of a temperature. It is convenient to call a tempera- 
ture Tc equal to hv^/k the characteristic temperature for the substance 
under discussion, so that 

rp hVm . kT c /r»rr\ rx 

Tc = •• Vm — (259a, 5) 

Let us also introduce R = NJc, the gas constant for a gram-atom 
With these substitutions, Eq (258) takes the form 

rpi fTc/T 3 

Wa = - ( 260 ) 

To obtain C^, we differentiate Wa "wdth respect to T, according to 
the rules for the derivative of a product, remembering that in the 
second factor, the integral, T appears only in the limit of the Integra- 
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or 





(Tc/T^) (tX 
ys^rc/r „ l\Ty _ 


Tc 1 
T - 1 


( 261 ) 


This is Debye’s equation for the specific heat of a solid at constant 
volume. Like Einstein’s equation, (254), it contains, besides the 
universal constant i2, just one additional constant, here Te^ referring 
to the particular substance under consideration. 

164. Experimental Test of Debye’s Equation. — 1. At high tem- 
peratures, Debye’s equation should yield the classical value of Cv, 
VIZ , SR For large values of T, Tc/T becomes small, and we can write, 
since e* = 1 + ^ + * • • , dropping all higher terms in the series, 


^Te/T 


- 1 = 


t' 


Similarly, in the integral m (261), x remains small throughout the 
range of integration and we can write, replacing e"" — 1 by x, 



Hence, by (261), approximately, 

Cv = ^R{% - 1) = 3i2, 

as we had expected 

2 At low temperatures TJT is large. Hence, the second term 
in the square bracket m Eq (261) becomes negligible and we may 
replace TJT in the upper limit of the integral by infinity. As stated 
in Sec 85, 



Hence Eq. (261) becomes, approximately, 

C. = 95: (4 ^ = 2^ r*. (262) 

At temperatures much below its characteristic temperature, therefore, 
the atomic heat of a solid should be proportional to the cube of the 
absolute temperature. This is confirmed by experiment over a 
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considerable range of temperatures. Schrodinger^ quotes extensive 
data bearing on this pomt; curves for several of the substances given 



Fig 4.31. — At low temperatures, the molecular heat at constant volume is proportional 
to the cube of the absolute temperature. 



Fig 132 — Vanation of Cv of lead with temperature from 3®K to 20®K from measure- 
ments of Keesom and Van den Ende. 

in his table are shown graphically in Fig. 131, where O',, denotmg the 
specific heat of a gram-molecule, is plotted against the cube of the 
absolute temperature for OaF, (17 to 40‘’K.), FeS, (22 to 67°K.), 
and Si (20 to 53°K ) A plot of <7. against log T for lead, at much 

» Phtfs. ZeUs., Tol. 20, p. 497 (1^19). i ■ 
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lowei temperatures, is shown m Fig. 132. ^ The predicted propor- 
tionahty is seen to hold from almost vanishingly small values of Cv 
well up toward C» = 1. Beyond this point, as theory requires, the 
curves become increasingly concave toward the axis for T® or log T. 

3. For ^ntermed^ate iemperatures, it is necessary to evaluate Debye's 
formula by the summation of series The results of such computation 



Fig. 133. — Companson of specifio-lieat formulas with experiment. 

are now available in the form of tables* giving as a function of 
the quantity Tc/T 

At a temperature T = Tc, it is found that 

Cv = 2.85622 = 5 670 caJ. mole”* deg.”* 

instead of the classical value, Cv = 322. Thus the critical temperature 
of a solid, in Debye’s theory, might be defined as that temperature 
at which the atomic heat equals 2 856 22. 

The upper curve of Fig. 133 is the graph of Debye's formula for 
aluminum, Te being tahen equal to 398® in order to secure the best 
fit with the data. The agreement between the graph and the observa- 

1 £|eeso%c and Van den Ends, K. Akad. Amsterdam, Proc , vol 33, p. 243 
(1930). 

. * '"Iliet New Heat Theorem,” pp. 246-264, 1924;BffiATTOa,‘t/'. S^ath. 

Phys. (HoBBi, lo^ Tech.), vol. 6, p. 1 (1926), , . 
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tions is seen to be excellent Similar agreement is found for many 
other substances.^ 

Strictly speaking, however, the critical temperature is not an 
adjustable constant in the Debye theory but is supposed to be given 
by Eqs. (259a) and (257) in terms of universal constants and the 
elastic constants of the material. Values of the hmiting frequency 
Vm for several metals, calculated from the equivalent of Eq. (257) by 
Allen, 2 are given in Table II together with values of Tc, labeled 
“calculated/^ calculated from these values of Vm by means of Eq. 
(259a) For comparison, the values of Te that give the best fit 
between Debye’s theory and the data® are added as “Tc, observed.” 
The agreement between the two sets of values of Tc is very good, in 
view of the approximations made in the theory. 


Table II —Limiting Frequencies vm and Characteristic Temperatures Tc 


Element 

Vm 

Tcj calculated, 

Tcj observed, °K 

A1 

8 26 X sec "i 

395 

398 

Fe 

9 67 

463 

453 

Cu 

6 SI 

326 

315 

Ag 

4 39 

210 

215 

Pb 

1 49 

71 

88 


It is an interesting fact that values of calculated m this manner 
from the elastic constants are also of the same order of magnitude 
as the “characteristic frequencies” obtained in other ways (Sec. 162) 
166, Molecular Heats of Mixed Solids. — Excellent as it often is in 
so far as agreement with experiment is concerned, Debye’s theory 
does not give a complete account of the specific heat of solids. A more 
complete theory for crystalline solids was developed by Born.'^ 

A crystal can be regarded as composed of many similar groups or 
cells of atoms, the groups being spaced uniformly in any given direc- 
tion. As a result of the mathematical analysis it may be stated that 
the theory of Debye can be used as a good representation of the motion 
of the groups as wholes In addition to this motion, however, there 
are a finite number of other modes of vibration which can be regarded 
as modes of vibration of the atoms within each group. For each of 

1(7/. Fowler, R. H, ‘^Statistical Mechanics,” 2d ed, p 125, 1936, Lewis, 
W. M. C , “Quantum Theory.” 

® Roy Soc , Froc , vol 94, p 100 (1918). 

^ SchrOdinger, Zeds , voL 20, p. 450 (1919) 

“Atomtheorie des festen Zustandes,” EncyclopSdie der mathematischen 
Wissenschaften, vol V, part 3, no 25, 1923, c/. Fowler, op, cd , p 119, 1936. 
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these modes a term m the energy of the Einstein form, as in Eq. (253) 
above, can be used The result is a formula combining the expressions 
given for by the theories of Einstem and Debye, as represented by 
Eq. (254) and by the equations from which Eq. (261) was obtained: 




ghv}/kT 


^Qhv3/kT ^ 1 ^ 2 " 


(263) 


n being the number of internal modes of vibration of the atoms within 
a cell. A formula of this type had been suggested empirically by 
Nernst. At low temperatures the Einstem terms disappear and (263) 
becomes equivalent to Eq (261). 

By a judicious choice of Tc and of the y/s, this last formula can 
be made to fit the experimental curve very closely m many cases where 
the simple Debye theory by itself does not succeed well It might be 
expected that the frequencies of the residual rays would occur among 
the VjS Data confirming this conclusion are shown below, Xc denotes 
the wave length corresponding to Vj as determined by fitting formula 
(263) to the observed values of and \r is the wave length of the 
residual rays for the same substance, as found by Rubens:^ 



NaCl 

KCl 

CaFs 

Xc 

50m 

61 5m 

34m 

Xu 

52 

63 4 

31 6 


For NaCl and KCl, only one Vj was used in Eq (26^); for CaF 2 , two 
were used, of which one appears to be inactive in optical phenomena 
and is not considered here 

That characteristic frequencies calculated from compressibthhes or 
melting points should be of the same order of magnitude as residual 
frequencies, as we have seen them to be (Sec. 162), is understandable 
if the forces between the atoms of a given cell, which determine the 
residual frequencies, are of about the same order of magnitude as 
those between atoms m different cells, which also play a role in the 
determination of compressibilities and melting points. It is not so 
easy, however, to see ]ust why all of these frequencies should agree 
roughly, as they actually do, with the limitmg frequency v„, of the 
Debye theory. 

166. The Molecular Heat of Gases: Classical Theory. — ^The 
specific heat of a gas of low density presents quite a different problem 
from that of a solid. The molecules are relatively far apart dtuing 

^ F6bstbbling, Zeits f, Phyaih, vol. 3, p. 9 (1920). 
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most of the time, so that whatever mutual potential energy they may 
possess, associated with the forces that they exert on one other, forms 
only a small part of the total energy The energy of the gas can thus 
be regarded as the sum of the energies of the individual molecules 
Each molecule will have, in general, at least three types of motion — 
translation, rotation, and, for polyatomic gases, vibration of the 
atoms of the molecule with respect to each other In addition, we 
have, of course, electronic vibrations, which, for the present, we 
shall not consider Associated with each one of these types of motion 
we should expect to find a quantity of energy depending on the number 
of degrees of freedom of each type The total energy Wm of a gram- 
molecule at temperature T should, therefore, be 

w„ = Wt + Wr + Wy, (264) 

where Wt, Wr, and Wy stand, respectively, for the energy per gram- 
molecule associated with translation, rotation, and vibration 

Regarding translation, there should be 3 degrees of freedom per 
molecule, whether the molecule is monatomic or polyatomic. Assum- 
ing }4kT of kinetic energy per degree of freedom, we should have 

F* = iVo X 3 X = ^BT. (265) 

We should also expect to find 3 degrees of freedom of rotation, for the 
molecule should be capable of rotation about each of three mutually 
perpendicular axes Hence, there should be rotational energy per 
gram-molecule of magnitude Wr = ^RT Thus, a gas composed 
of monatomic molecules should have, since obviously Wy — 0, total 
energy per gram-molecule of magnitude 

Wm = Wt + Wr = HRT + %RT = 3RT, 
and its specific heat should be 

<7® = 3f2 = 5 96 calories per mole per degree. 

Now the values of C« for the monatomic gases hehum and argon at 
— 180°C. are observed to be 3.01 caJ. per mole;^ for all of the inert 
gases at all temperatures, is close to 3. This value is almost 
exactly half the value just predtcted from dassiced theory. To explain 
this fact, since we know that the molecules of a gas have translation, it 
must be assumed that the rotation of such atoms, if rotation exists, 
does not contribute to the molecular energy. Before the advent of 
quantum theory, it was supposed that such atoms were spherically 
symmetrical, so that the forces escerfeed ott fiiem. < during cbllimons 
' “International Oitaotd Tables,'^ vpl 80*. ' ‘ 
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w ould act along lines through their centers and hence would never set 
them into rotation, or would not alter any rotatory motion they might 
already possess For a gas composed of such molecules, therefore, we 
should have 

= TFi = HRT = 2.98 T, 

Cv = 2.98 calories per mole per degree, 

in good agreement with the experimental values. 

A diatomic molecule might then be supposed to consist of 2 atoms 
hound rigidly together, forming a “dumbbell” molecule If the line 
through the atomic centers is assumed to constitute an axis of sym- 
metry, any rotational motion about this axis that might exist would 
never change as a result of collisions and therefore would contribute 
nothing to the specific heat. As was stated in Sec 78, however, there 
would be 2 degrees of freedom corresponding to rotation about each 
of two mutually perpendicular axes passing through the center ot 
gravity of the molecule at right angles to its axis. These 2 degrees 
of freedom should contribute kinetic energy of rotation of amount 
TTr = 2 X }ikT = IcT Thus, for a gram-atom of a gas composed of 
rigid symmetrical dumbbell molecules, we should have 

Wm =^Wt + Wr = HRT + RT ^ HRT 

and 

Cv ~ % J? = 4 96 calories per mole per degree 

The measured molecular heats for six diatomic gases are given 
below ^ 


Gas 


Ns 

Os 

CO 

HCl 

Cls 

C„ 

4 84 

4 94 

4 98 

4 94 

5 02 

6.02 


Five of these values of C„ agree well with the value just deduced 
theoretically for rigid dumbbell molecules The experimental value 
for chlorine, however, is much too high. Some explanation for this 
discrepancy must be found. 

An obvious way in which higher values of might arise is by the 
occurrence of energy of vibration of the atoms relative to each other. 
As we have seen in Secs. 78 and 79, the average energy for a vibrational 
degree of freedom is 2Et = 2 X — kT. Thus, for a gram-atom 
of vibrating diatonic molecules, we have Wv = RT; and, for its total 
thermal energy and specific heat, we have 

^ is calculated as = Cp/y from data ib the ** International Critical Tables, ” 
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= Wt + Wr + Wi = (M + 1 + l)RT == ]4 R'I'j 
(7^ = K = 6 95 calories per mole per degree. 

This, however, is too large to agree with the experimental value for 
chlorine! The specific heat of chlorine thus presents an outstanding 
difficulty for the classical theory 

A rigid triatomic molecule should certainly have 3 degrees of 
freedom in respect of rotation, if we assume that all 3 atoms do not 
he in a straight line. Hence, for a gram-atom of such molecules, 

WM^Wt + Wr^(y2+ H)RT = 3RT, 

== 3i? = 5.96 calories per mole per degree. 

Actually, the molecular heat of water vapor is 5 96j that for CO 2 a^t 
20°C. is about 6 2 The specific heat of gases the molecules of which 
contain more than 2 atoms, however, is usually well above 3R The 
excess could easily be accounted for by supposing that in such mole- 
cules the atoms are capable of vibration. But then it is hard to 
understand why atomic vibration should not occur in H 2 O and CO 2 
as well, the energy of which is fully accounted for by translation and 
rotation alone 

Thus classical theory, by means of special assumptions as to 
molecular structure, could account for the specific heats of many 
gases but not for all Another respect in which the theory failed 
was in regard to the variation of specific heat with temperature. There 
IS no reason, according to classical theory, to expect any variation 
at all. Yet experiment showed that the specific heats of apparently 
all polyatomic gases exhibit marked variation with temperature when 
observations are extended over a sufliciently wide range of temperature 

167. Quantum Theory of the Specific Heat of Gases. — The key to 
the solution of the difl[iculties just discussed, as to so many others, was 
eventually furnished by the quantum theory. It turned out that the 
translational energy of the molecules can be treated adequately by 
classical methods, but this is not true of their internal energy , in which 
is included the energies of rotation and of atomic vibration. 

The quantum theory of the specific heat of gases can be developed 
in either of two slightly different forms. In the first form, the internal 
energy belonging to each quantum state of the molecule is treated as a 
whole, and no approximations are made In the second form, the 
molecular energy is divided approximately mto parts corresponding to 
the classical subdivision, as it is in the theory of band spectra. 

(a) (Relatively) Exact Theory of Molecular Speaific Heats , — ^Let us 
assume, as in the explanation of atomic and molecular spectra, that 
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each molecule, in addition to its motion of translation, is capable of 
existing in any one of a large number of internal quantum states. 
Let its energy when in state number j be €, Then, when a gram-mole- 
cule of gas is in thermal equilibrium at temperature T, the No mole- 
cules composing it will be distributed among their internal quantum 
states according to Boltzmann’s formula According to Eq. (148a) in 
Sec 101, the number of molecules in state number j will be 

C being a constant Or, if states having the same energy are grouped 
together, the number m composite state number r will be, as in Eq. 
(148c), 

Nr = (266) 

Wr being the statistical weight of that state and er the energy of a 
molecule when m that state In the last equation, the value of the 
constant C is fixed by the condition that the total number of the 
molecules is No Hence, 2^ denoting a sum over all quantum states, 

r 

== = iVo. 


Thus, we can also write, in place of (266), 

AT = 


(267) 


the index of summation being changed here from r to /c in the sum in 
order to avoid confusion with r elsewhere. 

An expression for the mternal energy of the molecules can now be 
written down The energy of Nr molecules in state number r is 
Nrer] hence, the internal energy Wt of the molecules in a gram-molecule 
of gas is 


W.= 2 = 

T 


JVoX €rWr 

r 

2^ Wre~^'r/ffT 


by (267). In order to find the total energy of the gas, we have to 
add to Wt the classical value of the translational energy, which, as 
given in Eq. (265), is Wt = HRT, The specific heat is then 

C^^diWt + Wt)/dT 
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or 


tr/kT 


3 d ^ 

C. = 2^ + ^''‘dT^y,^e-rAT 


(268) 


Xow the molecular energies e, or e, that occur here are the energies 
of the same molecular states that are involved in the production of 
molecular spectra It should be possible, therefore, to take values of Sj 
derived from a study of band spectra and to calculate C® from them, 
by means of Eci- (268). Thus a spectjic heat would he calculated from 
spectroscopic data. This has actually been done in a number of cases, 
and with complete success Such calculations constitute a striking con- 
firmation of the correctness of the general basis underlying the quantum 
theory of molecular structure 

(6) Approximate Theory of the Molecular Heats of Oases — In order 
to arrive at a general explanation of the observed features of gaseous 
specific heats, it is necessary now to introduce the fact, that, as 
explained in Secs 155 and 156, the internal energy of a molecule can 
commonly be divided approximately mto separate parts, in analogy 
with the classical picture of molecular energy as described above 
We can wnte, approximately, 

Ct = ej + <» "b *n, (269) 

where ej denotes energy of rotation, «„ energy of atomic vibration; and 
en, electronic energy associated with the electrons in the molecule 

Of these three parts, the electronic energy remains constant as 
long as the molecules are in thermal equilibrium at any temperature 
that can be realized in the laboratory; molecular collisions due to 
thermal agitation are not sufficiently violent to excite in appreciable 
number electronic states above the one of lowest energy. Hence, 
the existence of e„ has no effect upon the specific heat The other 
two parts of the energy, summed for all molecules, constitute, respec- 
tively, rotational energy of magmtude Wr = Sej and vibrational 
energy of magnitude Wy = S«,. Thus, that portion of the energy 
of a gram-molecule of gas which varies with temperature can be 
written as the sum of only three parts, as in Eq. (264) above, or as 

Wji =11^4 + Wr -f- Wy, 

Wt being as before the kinetic energy of the translatory motion. It 
is convenient to divide the molecular heat as well into three correspond- 
ing parts: 
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Cv — Cvt + Cvr + Cv 


n _ dWt 


C.r = 


dWr 

dT’ 


C,y = 


dWy 
dT ' 


These three parts of Wu and of may then be discussed separately. 
The translahonal energy and heat are, as in classical theory, 

Wt = MRT, Crt = HR. (270a, 6) 

A monatomic gas has no other kind of energy; hence for it = HR, 
in agreement with experiment. No gas at low density can have (or 
has) a smaller specific heat than this 

The rotaiional energy, also, can be handled independently. To 
do this we need first to study the distribution law of the molecules 
from the standpomt of the rotational motion considered separately 
The three parts into which the energy is divided in Eq (269) 
correspond, so to speak, to three sets of “partial” molecular quantum 
states; there are rotational, vibrational, and electronic quantum 
states, and a true quantum state for the molecule is a combination of 
one of each of these three. We may ignore the electronic state, 
however, smce that never changes. Let the statistical weights (or 
number of degenerate fundamental quantum states) for the (com- 
posite) rotational and vibrational states be wj and respectively. 
Then Wr = wjWv Thus, the number of molecules in molecular 
quantum state number r is, from (266) and (269), 

Nr = WjWrC' , 

the factor being included here in the constant C'. The total 

number of molecules in rotational state number J, symbol Nj, can 
then be found by adding up molecules in all possible vibrational states, 
which gives 

Nj — Wj- e-*'"'*’’. 

Here the quantity m parentheses represents a new constant of pro- 
portionality Its value can be found from the condition that 


which gives 


Na — Wv wj 


Solving this last equation for the quantity in parentheses and substi- 
tuting in the preceding equation, we obtain 








wj 


( 271 ) 
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for the number of molecules in rotational state number J 
is exactly the same distribution law that would hold if the molecules 
differed in no other respect than in their rotational states 

The rotational energy of a gram-molecule is then Wt = ^ ejNj; 

and the rotational part of the molecular heat is 


C,r 


dWr ^ djl 

dT ""dT 


(272) 


This formula for C^r predicts an interesting variation of C^r with 
temperature At very low temperatures Cvr should become vanish- 
ingly small. For, if T is small enough, the Boltzmann factor 
for the state of lowest ej will be immensely larger than it is for any 
higher state, even for the next higher. Both sums then reduce 

effectively to their respective first 
terms, in which J = 0. Thus, the last 
fraction in (272) becomes 

and is independent of T, so that Cvr = 0. 

At high enough temperatures, on the 
other hand, it can be shown that Cvr 
approximates to the classical value. For a molecule of the rigid 
diatonuc or dumbbell type, the proof is so simple that we may give it 
here. For such a molecule, as was stated in Eq. (241) in Sec 154, 

ej - JiJ + 1)5, B = (273a,6) 

I being the moment of inertia of the molecule about an axis perpen- 
dicular to its axis of symmetry. In this case Wj = 2J -h 1 (z e , the 
number of different values of the quantum number M). If T is 
large enough, many terms wifi, contribute appreciably to the sum, 
the variation from one term to the next being quite gradual except 
for the first few terms; hence, the sums can be replaced with sufficient 
approximation by integrals. Thus 



0 1 2 3 4 5 6 

Fig 134 


= y (2J + 1) = p (2x + 

7 J --0 

approximately. The equivalence of the integral to the sum is evident 
from Fig 134, in which the shaded area composed of rectangles 
represents the sum, whereas the area y.nder the ciirve represents the 
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integral. (The figure is merely qualitative, and is drawn for such a 
low temperature that the approximation would actually be poor.) In 
a similar way we find, mtegrating once by parts, that 

V ejW/e-'-'''*’’ = £ y JiJ + l)(2J + l)e-BW+ii/iT = 

J 

+ x) i2x + 1 ) e-B(»==+x)/*r = -kT{x^ + x) 

+ kTj^'° (2x + = JcTJ^’ (2x + 1) 

Upon substituting these values of the sums in (272) we find that the 
integral cancels out and 

C„ = No-AqcT) = Nok = R. 

Thisis the classical value as found above (total Ct, = Cvt + C^r = 

Cvt = C,r = R). 

At intermediate temperatures C«r has a value between 0 and R 
which can be calculated by evaluating the sums in Eq. (272) 

The vibrational energy can be treated in a similar way, provided an 
expression can be found, or is assumed, for TTv. At low temperatures, 
all molecules will remain in their lowest vibrational states, and Cvv = 0. 
Since the spacing of the vibrational levels is commonly many times 
that of the rotational levels, Cvv will begin to increase from 0 only at 
a much higher temperature than Cvr* Eventually, however, C>»v 
likewise approaches the classical value, which, for a vibrating diatomic 
molecule, we have found to be equal to R, 

Thus the quantum theory predicts the following qualitative mode 
of variation of Cv with temperature for a polyatomic gas of low density. 
At very low temperatures, Cv = ^R for all gases. As T increases, 
Cv rises (as molecular rotation develops) toward the value of Cv as 
deduced from classical theory with the inclusion of rotational motion. 
Thereafter, Cv will remain practically constant again, until molecular 
vibrations begin to set in, whereupon a further rise in Cv will occur. 
At very much higher temperatures, a third rise may be expected for 
any gas, even the monatomic ones, as electronic excitation begins to 
occur; but temperatures of this order are not at present available 
in the laboratory. 

168, Comparison of the Theory with Observed Specific Heats. — So 

far as is known, the specific heats of gases vary with temperature in 
the manner just deduced from theory. The mosl^ extensive data 
exist for hydrogen^; the observed curve for this gas is shown in Fig. 135, 

1 Of, ‘‘Imteniational Critical Tables," vol. V, pp. 79, 84. 
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the absolute temperature being shown on a logarithmic scale The 
shape of the curve agrees with the theoretical prediction. 

From b to c (30 to 60°K ), only the translational motion of the 
molecules varies as the temperature rises; if there is rotational energy 
present, it is constant Presumably this part of the curve continues in 
a horizontal direction, as indicated by & • • • a, to 0°K. In this 
region, hydrogen behaves like a monatomic gas 

At e (about 60°), a rise begins, owing to an increasing amount of 
rotational energy. At d (270°K ), the rotational energy has attained 



Fia 135 — Specific heat at constant volume of ordinary hydrogen plotted against 
temperature on a logarithmic scale. 

its full classical value equal to R; and, from here to e (500°K), Cv 
remains constant again, at very nearly the classical dumbbell valuo, 
Cv = ^R- Beyond e, vibration begins, an appreciable fraction of the 
molecules beginnmg to exist in their next higher vibrational state 

The approximate constancy of Cv for hydrogen at “ ordinary 
temperatures is thus seen to be of the nature of an accident, resulting 
from the fact that the earth^s atmosphere has a temperature of some 
290°K. 

The complete theory of the hydrogen molecule is, however, more 
comphcated than as just described. There are two forms of the mole- 
cule; these represent alternative quantum states for the pair of protons 
in it, m analogy with the singlet and triplet states for 2 electrons in an 
atom (Sec. 138, 140) Hydrogen composed entirely of iholecules of 
one of these two kinds is called jiarahydrogen, that composed of the 
other, orthohydrogen Only 25 percent of ordinary hydrogen is 
parahydrogen; but, if ordinary hydrogen is adsorbed on charcoal 
cooled to 20°K. (by means of liqtiid hydrogen), it becomes cohverted 
in the course of a few hotirs into praoticaHy pure piarahydrogea. 
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In most respects, the two forms of hydrogen possess similar physical 
and chemical properties, but they differ markedly in their band spectra 
and m the mode of variation of their specific heats with temperature. 
These differences anse from the fact that the rotational states of 
parahydrogen are restricted to even values of J, those of ortho- 
hydrogen to odd values. As a consequence, below 50°K the molecules 
of orthohydrogen possess rotational energy which does not vary with 
temperature, J being effectively limited to the fixed value J = 1, 
whereas the molecules of parahydrogen are not rotating {J = 0, 
effectively). We have not space here, however, to pursue this inter- 
esting subject further.^ 

As a concluding illustration of the application of quantum theory 
to the specific heats of gases, we may return to the problem of chlorine, 
which was left unsolved in Sec. 166. Whereas the second vibrational 
state {v = 1) for gases such as N 2 , H 2 lies far above the first («; = 0), 
for chlorine it lies only 560 cm."”^ above the first, as may be inferred 
from a study of the electronic band system that extends in the absorp- 
tion spectrum of chlorine from 4,800 to 5,800 A.^ The difference in 
energy between these two states is thus 

€1 - €0 = /iv = G 61 X 10-27 X 560 X 3 X 10^® = 1.11 X 10“^® erg. 

Since fc = 1 38 X 10”^^ at T == 288° K the latio of the Boltzmann 
factors for the two states is — 0.061 Thus, 

0 061 times as many molecules will be m the second vibrational state 
as in the first For a rough estimate of the effect upon the specific 
heat, we may suppose that the fraction of all ot the molecules 

are in the second state Then the excess vibrational energy due to 
this cause, in a gram-molecule of gas containing No molecules, will be 

and the denvative of this expression with lespect to T gives for the 
contnbution of the excess energy to the molecular heat 

where R ^ N ah Adding the usual for a diatomic molecule, 
we have then - 2 97i2 = 2 97 X T 98 = 5 88 calories per mole per 
degree This agrees fairly well with the observed value of 6 02 as 
given in Sec 166- A more exact theoretical calculation, by the 

^ C/ KBk3S(4:E«), E. H, Kinetic Theory of Gases/ ^ p 262, 1938, Fabkas, 
Fa^ahydrng^h and Heavy Hydrogen/' 1935- 

^ KttW, , f. Phpmkj voL 39, p 77 (1926) 
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method described in Sec. 167(a) above, ^ gives Cv = 6.06 Thus quan- 
tum theory succeeds where classical theory failed. 

When a similar calculation is made for HCl, whose vibration- 
rotation band at 3 4^ or 2,886 cm.”^ [Sec. 155(6)] mdicates that 
— €o = 2,886 cm = 5.72 X 10~** erg, the ratio of the Boltzmann 
factora is found to be only = 5 X 10"’^ Thus, molecular 

vibration can contribute nothing appreciable to the specific heat of 
HCl, in agreement with the observed fact that for it Cv = very 
nearly. For O 2 , ei — eo = 1,556 cm.“*, and vibration may con- 
tribute about 0 026i2 to €,. 

1 Tbatjtz and Ader, Zetta. f. Phyaik, vol. 89, p. 15 (1934) 
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X-RAYS 


There is probably no subject in all science which illustrates better 
than X-rays the importance to the entire world of research in pure 
science Within 3 months after Roentgen's fortuitous discovery, 
X-rays were being put to practical use m a hospital in Vienna in con- 
nection with surgical operations. The use of this new aid to surgery 
soon spread rapidly Since Roentgen's time, X-rays have completely 
revolutionized certain phases of medical practice. Had Roentgen 
deliberately set about to discover some means of assisting surgeons 
in reducing fractures, zt almost certain that he would never have been 
working with the evacuated tuhes^ induction coils, and the like, which 
led to his famous discovery. 

In other fields of applied science, both biological and physical, 
uses have been found for X-rays, which approximate in importance 
their use in surgery One may mention, for example, the study of 
the crystal structure of materials; 'industrial diagnosis," such as the 
search for defects in the materials of engineering; the detection of 
artificial gems or of overripe fruit; the study of old paintings; the 
study of genetics by the biologist; the use of X-rays by the doctor in 
radiography and in radiotherapy; and many other uses. 

But transcending these uses in applied science are the applica- 
tions of X-rays made to such problems as the atomic and the molecular 
structure of matter and the mechanism of the interaction of radiation 
with matter. X-rays provide us with a kind of supermicroscope, by 
means of which we can "see" not only atoms and their arrangement 
in crystals but also even the interior of the atom itself. Roentgen's 
discovery must be ranked with the most important scientific dis- 
coveries of all time. 

In this chapter, we shall give a brief account of the development 
and the present status of X-rays, with particular reference to their 
application to some of the fundamental problems of physics 

EARLY, MOSTLY QUALITATIVE DEVELOPMENTS IN X-RAYS (1896-1912) 

169. Roentgen's Discovery. — ^In the autumn of 1895, Wilhelm 
Konrad Roentgen, professor of physics at Wurzburg, was studying 
that fascinating phenomenon, the discharge of electricity llhrough 
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rarefied gases A large induction coil was connected to a rather 
highly evacuated tube (Fig. 136), the cathode C being at one end and 
the anode A at the side. The tube was covered ‘^with a somewhat 
closely fitting mantle of thin black cardboard.”^ With the apparatus 
in a completely darkened room, he made the accidental observation 
that “a paper screen washed with bariiim-platino-cyanide lights up 
brilliantly and fluoresces equally well whether the treated side or the 
other be turned toward the discharge tube The fluorescence was 
observable 2 meters away from the apparatus Roentgen soon con- 
vinced himself that the agency which caused the fluorescence originated 


ThlnJucHon Corf 



Fig 136 — Diagram of the tube with which Koentgen discovered X-rays 

at that point in the discharge tube where the glass walls were struck 
by the cathode stream in the tube. 

Realizmg the importance of his discovery, Roentgen at once 
proceeded to study the properties of these new rays — the unknown 
nature of which he indicated by calling them “X-rays '' In his 
first communications he recorded, among others, the following 
observations: 

1. All substances are more or less transparent to X-rays. For 
example, wood 2 to 3 cm thick is very transparent Aluminum 
16 mm. thick “weakens the effect considerably, though it does not 
entirely destroy the fluorescence.” Lead glass is quite opaque, but 
other glass of the same thickness is much more transparent. “If 
the hand is held between the discharge tube and the screen the dark 
shadow of the bones is visible within the slightly dark shadow of the 
hand ” 

2. Many other substances besides barium-platino-cyamde fluoresce 
— calcium compounds, uranium glass, rock salt, etc. 

3. Photographic plates and films “show themselves susceptible 
to X-rays.” Hence, photography provides a valuable method of 
studying the effects of X-rays. 

1 Quotations from papers by Roentgen, EXecrtHdom^ vol 36, pp. 415, 8^0 (1896). 
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4. X-rays are neither reflected nor refracted. Hence, X-rays 
cannot be concentrated by lenses.” (Subsequent research, however, 
has demonstrated that both reflection and refraction can be observed 
under special conditions). 

6. Unlike cathode rays, X-rays are not deflected by a magnetic 
field They travel in straight lines, as Roentgen showed by means of 
“pinhole” photographs. 

6. X-rays discharge electrified bodies,^ whether the electrification 
is positive or negative 

7. X-rays are generated when the cathode rays of the discharge 
tube strike any solid body. A heavier element, such as platinum, 
however, is much more efficient as a generator of X-rays than is a 
lighter element, such as aluminum. 

It IS a stirring tribute to Roentgen's masterly’ thoroughness that 
most of the basic properties of X-rays were described in the paper in 
which the discoveiy was first announced 

Roentgen's discovery excited intense interest throughout the 
entire scientific world. His experiments were repeated and extended 
in very many laboratories m both America and Europe.^ This early 
work IS beautifully illustrative of the qualitative phase of development 
of a typical field of physics; it is with special interest, therefore, that 
we review in the next four sections a few of the outstanding experi- 
ments and theories of the period from 1895 to about 1912 

170. Production and Measurement of X-Rays, (a) Tubes — 
Early tubes for the production of X-rays very soon became more or 
less standardized along the lines suggested by Roentgen in his second 
paper Figure 137 (a) shows such a tube. A residual gas pressure 
of the order of 10”'® mm Hg provides, when voltage is applied, a few 
electrons and positive ions. These positive ions, bombarding the 
cathode C, release electrons — or “cathode rays,” as they were called 
then — and the electrons, hurled against the anode A, give rise to 
X-rays A curved cathode converges the electrons into a focal spot on 
A of desired shape and size. In this type of tube, known as the “gas” 
tube, the anode current, applied voltage, and gas pressure are more 
or less interdependent, and it is essential that the gas pressure be 
maintained at the desired value. Various ingemous devices were 

1 This property of X-rayfs was iad^endently discovered by Sir J. J. Thomson 
[see letter to Electrictan (Peb. 4, 1896)]. Thomson pointed out that this phenom- 
enon provides a method of studying X-rays much more dehcate and expeditious 
than the photographic plate or the fluorescent screen and, further, that it yields 
quantitative measuremenis. 

® The m dm Ahnl d. Rhymk for 1896 contain 400 titles on X-riiyS^ 
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introduced for accomplishing this These gas tubes were practically 
the only source of X-rays until the introduction of the Coolidge tube^ 
m 1913 and are still extensively used. 

The Coolidge type of X-ray tube, illustrated in Figure 137(6), is 
evacuated to the highest attainable vacuum and incorporates as the 
essential part of the cathode a hot spiral filament F of tungsten of 
which the temperature, or electron emission, can be separately con- 
trolled This distinguishing feature of the Coolidge tube, viz , control 
of the tube current independently of the applied voltage, has greatly 
facilitated certain types of X-ray research. 




(6) Measurement of X-ray Intensity — Methods for detecting 
X-rays and for studying qualitatively their relative intensities were 
based upon the fluorescent and photographic effect of X-rays as 
reported by Roentgen. The photographic method was especially 
convenient in medical radiographic work. The application of intensi- 
fymg screens to increase the effective speed of photographic emulsions 
was an improvement made independently by numerous investigators ^ 
But for quantitative measurements of intensity the photographic 
method is rather complicated, and it soon gave way to the ionization 
method, which is still used today. 

The discharging effect of X-rays upon charged bodies, noted above, 
was soon traced to ionization of the air molecules. Villari® showed 
that the discharging action in a gas at a given pressure depends on the 

^ Coolidge, Phys Rev , vol 2, p 409 (1913) 

2 Comptes Rendus, vol 122, pp 312, 702, 720 (1896), J^iec^c^an, vol 36, p. 702 
(1896) 

® ViLLABi, Comptes Rendus, vol 123, pp. 418, 446 (1896). 
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nature of the gas The following were found increasingly active 
m the order given: H, CO, air, CO 2 , ether vapor, CS 2 . Benoist and 
Hurmuzescu^ showed that, for a given gas, the discharging action 
increases rapidly with density. 

At first, the rate of discharge of a charged electroscope was used 
in measuring the intensity of an X-ray beam, the motion of the leaves 
being observed under a low-power microscope Later, an auxiliary 
device known as an “ionization chamber^' was introduced This is 
shown schematically in Fig. 138 C is a metal tube several centi- 
meters in diameter, from about 20 to 100 cm. long, and closed at both 
ends except for an opening or “window'^ TF, over which may be 
placed a thin sheet of cellophane or aluminum for admitting the 



Fig 138. — An ionization chamber used for measuring electrically the intensity of a 

beam of X-rays, 

X-rays. A rod rr suitably supported by good insulating material, 
such as amber or quartz, is connected to an electrometer. An electric 
field is maintained between the rod rr and the cylinder C by a battery 
B, of about 100 volts, one end of which is connected to the ground wire 
G. An earthed guard ring g prevents leakage from the cylinder to 
the rod rr The cylinder may be filled with a heavy gas to make the 
arrangement more sensitive; argon or methyl bromide is often used 
When X-rays enter the window W, the gas within the cylinder is 
made conducting, and, on account of the electric field between the 
cylinder and the rod, the latter acquires a charge at a rate which can 
be measured by the electrometer. This rate is a measure of the 
intensity of the X-ray beam. 

Nowadays the electrometer is often replaced by a vacuum-tube 
amplifier and a galvanometer. For very low X-ray intensities, a 
Geiger counter with appropriate vacuum-tube circuit [Sec 198(6)] 
may supplant the ionization chamber. 

171. Classical Pulse Theory of X-rays. — ^We have seen that X-rays 
are produced whenever electrons are suddenly brought to rest by 
coUidmg with a solid obstacle. This fact early suggested a simple 
theory of the mode of ttieir production. While being brought to 
rest, the electrons must experience, for a brief interval, a very latge 

1 Comptes RendvSt vol 122, p. 926 (1896 \ 
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negative acceleration. According to classical electromagnetic theory, 
such an accelerated body must radiate energy The sudden stopping 
of each electron as it collides with the target, therefore, must result m 
the emission of an electromagnetic disturbance or pulse. On this 
theory, X-rays consist of a very rapid succession of such pulses, com- 
ing at random intervals. It was showm by Stoney that, if such a 
stream of pulses is analyzed into wave trains, the components of 
shorter wave length are the more intense the greater the velocity of the 
electrons which are brought to rest by the target. Stoney showed 
also that matter should, in general, be more transparent to the shorter 
waves than to the longer waves. The hard, or penetrating, X-rays 
should, therefore, be produced by high voltages applied to the X-ray 
tube Qualitatively, this picture of the mechanism of the production 
of X-rays seemed to be in agreement with the experimental facts. 

(a) The Production of X-rays — According to Eq. (31) in Sec 35, 
based on classical electromagnetic theory, if an electron moving at a 
velocity vo, small relative to the velocity of light, is brought to rest 
with a uniform acceleiation a, the total energy radiated is 



e being the electronic charge. The time taken in stopping is t — Vo/\a\ ; 
during this time the electron travels a distance s = \a\t^/2 = t;§/(2|a|) 
In terms of s, we can also write 


W = 


3c^s 


This formula predicts that the energy radiated will increase very 
rapidly with the velocity of the electron and will be inversely pro- 
portional to the distance within which the electron is stopped Quali- 
tatively, these same features might be expected to hold for stoppage 
of an electron by an atom, although in that case the acceleration 
would not, of course, be uniform Experiment shows that the mten 
sity of the radiation from a given X-ray target increases roughly as 
Vq, i.e.j as the square of the energy of the cathode ray, which is at 
least not grossly inconsistent with our theoretical expectation. Fur- 
thermore, it is reasonable to assume that an electron movmg with a 
given velocity will be stopped more suddenly when colhdmg with a 
heavy atom than with a lighter one. A target made of a heavy metal 
like platinum should, therefore, give out more X-ray energy, other 
things bemg equal, than one made of ^ lighter metal such as aluminum 
This IS in agreement with Roentgen's obseryations. 

Quahtatively, therefore, the ela^cal ^eory of X-ray production 
seemed to be well conj5rmed. Quantitatively, however, this theory 
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was destined to meet with serious difficulties It still retains an 
interest, although we now know that it has reference only to one part 
of the X-ray spectrum (known as the “continuous” spectrum) and, 
for accuracy, must be replaced even in dealing with that part by a 
more abstract theory, wave-mechamcal in nature 

The remark may be added here that other charged particles than 
electrons were later found to be effective for the production of X-rays, 
such as a-rays,^ protons, and deuterons ^ 

(b) Refrachon and Diffraction of X-rays. — Tests of the classical 
pulse theory were by no means confined to predictions concerning 
the production of X-rays. Convmcing demonstrations of such 
classical phenomena as reflection, refraction, and diffraction were 
eagerly sought Roentgen^s original experiments to this end had 
been negative 

Gouy,® using a narrow line source of X-rays, obtained a shadow 
of a fine platinum wire on a photographic plate Then he placed a 
pnsm in the lower half of the beam in such a way that if the rays were 
refracted by the pnsm the shadow of the wire would be “broken” 
The shadow was sharp and continuous, showing no measurable 
refraction Gouy estimated that the index of refraction could not be 
greater than 1 000005 It was pointed out by Maltezos^ that the 
Helmholtz dispersion formula 

n2 = 1 4- CX2 -h ' • • , 

where n is the refractive index and C is a constant, predicts that 
n — > 1 as X — > 0 Thus the absence of measurable refraction of X-rays 
would be accounted for if they had extremely short wave lengths. 

Gouy® also searched for evidences of diffraction, with negative 
results A little later, however, Haga and Wind,® using wedge-shaped 
slits only a few thousandths of a millimeter wide, observed evidences 
of a slight widenmg of the image on the photographic plate, from 
which they deduced that the wave length of the rays must be of the 
order of 10“® cm. Walter and Pohl,^ in a similar diffraction experi- 
ment, confirmed this order of magnitude of the wave length 

172. The Scattering of X-rays. — In an attempt to discover the 
reflection of X-rays, Imbert and Bertin-&ans® arranged apparatus 
^ Chad WICK, Phil Mag , vol 25, p. 19S (1913) 

® Cork, Phgs. Rgv^ vol 59, p 957 (X941). 

® Goxtt, Comptm voL 122, p 1197 (1896) 

^ Comptes Bendusj yoL 122, pp 1115, 1474, 1533 (1896). 

® Comptes Rendus, vol 123, p. 43 (1896) 

® A:im. i Physilcj voL 68, p 884 (1899) ‘ 

^ Arin 4 vol. 29, p. 331 (1909) See also SpMpkfijJBrBM), Aim* d. Physi^kf 

voL ‘38', p.' 47^' (1912) ' ^ i ^ " 

* Comptes Mmdm, vol. 122, p 624 (1896) 
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as shown diagrammatically in Fig 139 Between the source S of 
the rays and the photographic plate P was placed a thick copper 
screen A A. A plane mirror M veas so placed that a beam of rays, if 
reflected, would pass to the photographic plate P, on which would 
appear an image or shadow of an obstacle P. Such a shadow was 
obtained trrespective of the angular position of the mirror M. Indeed, 
a plate of paraffin was just as effective as the mirror. From these 
facts Imbert and Bertin-Sans concluded that, instead of being reflected, 
the rays were diffused or scattered by M, somewhat as light is scattered 
by fog particles. 

This phenomenon of the scattering of X-rays has played a very 
important part in the theories of modern physics and has been the 

object of many researches both 
theoretical and experimental. 

(a) Thomson's Theory, — The first 
theory of X-ray scattering-^ an appli- 
cation of the classical pulse theory 
described in the last section, was pro- 
posed by Sir J J. Thomson.^ Let a 
beam of X-radiation be incident 
upon an electron of charge —e and 
of mass m. The radiation, being 
supposed electromagnetic, contains 
an electric vector at right angles to 
the direction of propagation. As the 
wave passes over the electron, the latter will experience a force P = — 
and will, therefore, have an acceleration in the direction opposite to F 
of magnitude 



Fig 139 — The arrangement of 
Imbert and Bertm-Sans showing 
pseudo-reflection (scattering) of X- 
rays from the mirror M 


a — 


eE 

m 


(274) 


Consequently, the electron will radiate energy at the instantaneous 
rate given by Eq. (28) in Sec 35, or 

^ 2eV 2e^E^ 

^ = o—r == o'^~rk sec.“^ 

if e and E are in electrostatic units. 

This energy is abstracted from the primary beam and is reradiated 
or scattered as a secondary beam. Its magnitude is most usefully 
expressed in terms of the intensity I of the primary beam This 
intensity, defined as the amount of energy crossing unit area per 

1 Thomson, J J , “Conduction of Electricity through Gases/^ 2d ed., p 321, 
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second, is 

II 

(275) 

[cf Eq. (12) 

in Sec 32] Hence, 



Q ^ Sir e* j 

3 mV 

(276) 


The ratio 12/7, which we shall denote by o-e, is called the classical 
scattering coefficient for a free electron. Of the incident radiation that 
falls on unit area of a surface drawn perpendicular to the beam, a frac- 
tion (Te is scattered. In other words, the electron scatters as much 
radiation as falls on an area equal to For this reason, He is also 
called the classical cross section for scattering by a free electron For its 
value, inserting e = 4 80 X m = 0 911 X 10“^^ gram, c == 3 X 10^^^ 
we find 

<^‘=1 = = 6 66 X 10-=^ cm ^ (277) 

(&) The Number of Electrons in a Carbon Atom — The result just 
obtained provides a basis for an estimate of the number of electrons in 
an atom The energy radiated by an electron must represent energy 
abstracted from the incident beam If there are n electrons per unit 
volume in the scattering material, and if we assume that all electrons 
scatter independently (i.6., that no interference takes place between 
wavelets scattered from neighboring electrons), we may write for the 
fractional diminution —A/ of the incident beam in going a distance Arr 

Y ~ rUTei^X 

Since (Te is independent of x, we may integrate both members of this 
equation, obtaimng for the intensity I of the beam after traversing a 
thickness x of the material, 

lo being the incident intensity It is assumed here that the only loss 
of intensity is that due to scattering 

Actually, processes other than scattering are present and contribute 
to the di min ution of the incident beam. Barkla and his collaborators, ^ 
however, were able to correct for the excess absorption, for absorbers 
of low atomic weight, and so were able to deduce, from measurements 
of 7, 7o, and x, a value of the product no-« Using carbon of density p 
as the absorber, Barkla found 

1 BABxiiA. and SAntBB, Phil Mag , vol 17, p 739 (1909), Barkla, Ph%l, Mag , 
voL21, p 648 (1911)- 
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ncjp = 0^, 

from whiich and Eq. (277) 


n = 3 00 X lO^V 

The number of atoms in a gram of carbon is No/ A where iVo is Avoga- 
dro^s number or 6.02 X 10'^® (Sec. 79), and A is the atomic weight 
(12); hence the number of atoms in 1 cm.® is Nop/ A Dividing this 
number into the value just found for n, we find for the number ol 
electrons per atom of carbon 

nA 3 00 X 102® X 12 _ 

Nop 6.02 X 102® 

(approximately). This was the first reasonably accurate determina- 
tion of the number of electrons in an atom and was of gieat historical 
importance. However, it is only fair to say that, had Barkla per- 
formed his experiment under considerably different conditions of 
wave length and atomic number, the result of the computation would 
not have been so satisfactory. 

(c) Angular Disiribuhon of Scattered X-rays , — The distribution in 
direction of the radiation scattered by an electron is easily obtained 
from a formula deduced in Sec. 35. Consider the radiation that is 
scattered in a direction making an angle 6 with the direction of the 
electric vector E in the primary beam Let le denote the intensity 
of the scattered radiation at a point P distant r cm. from the scattering 
electron in this direction Then Iq is the same as dWi/dt as given 
by Eq. (26) in Sec 35, except that here q = -—e; hence 


le 


1 eV 
4x c®r2 


sin2^, 


or, after substituting again for the acceleration a in terms of the 
intensity I of the primary pulse by means of (274) and (275), 

= ^^4 sin'® ergs cm sec -i (278) 


From this expression we see that if the primary X-ray beam is 
plane-polarized, with the electric vector in a fixed direction, then the 
radiation scattered by an electron in a direction making an angle B 
with the direction of the primary electric vector E is proportional to 
sin^d. 

Let us consider now the more general case of a primary beam in 
which the direction of the electric vector varies at mndom. Such a 
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beam is unpolarized. Let us draw axes so that the xy plane contains 
the direction OP m which the scattered radiation is observed (Fig. 
140), and let OP, which is perpendicular to the ^-axis, make an angle (f> 
with the x-axis or direction of propagation of the primary beam 
Resolve the electric vector E in the primary beam mto its y- and 
^-components, and Ez Then these components, acting upon the 
electron, will produce accelerations of magnitude Oy = eEy/m and 
az = eEz/m, respectively. Each component of the acceleration, in 
turn, will produce a corresponding scattered electric vector at P. 
For these two scattered vectors we find, from 
Eq (22) in Sec 34, in which we insert g = — e 
and, first a — Oy, 6 = x/2 — 0, then a = az, 
d = 'jr/2. 

Ei = 


e’^Ey 

= 7£;icos<^., 


c^mr 


c^mr 



Fig 140 


Smce El and E^ are clearly perpendicular to 
each other at P, we have E^^ = E[^ 4* 
where P' is the resultant electric vector in the scattered beam. If we 
insert the value of E'^ thus found for E^ in Eq (12) m Sec 32, we obtain 
for the intensity of the scattered beam atP: 




Air 


Airc^mh^ 


(E^cos^(t> + El). 


The average value of 1'^ can then be found by replacing E^ and El 
in this expression by their average values E^ and El, the bar over a 
symbol denoting its time average. 

The average intensity of the primary beam is, similarly, 




4x 


Because of the random variation of the direction of E, however, 
Ei — El Hence, 


= Ei = 


2x1 


Thus, we can write for the average intensity of the scattered beam, 

J 1 + cos*<^ 


/'* = 


r^m^c* 


(279) 


Assuming mdependent scattering by the individual electrons, we 
may multiply Eq.- (279) by the number of electrons per unit volume, 
and thus we obtain an expr^sion suitable for expenmental test 
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According to this result, the intensity of the scattered X-ray 
beam should be (1) symmetrical about the direction of propagation 
of the primary beam and (2) symmetrical forward and backward, 
relative to a plane (the yz plane m Fig 140) passing through the 
scatterer and perpendicular to the direction of propagation. Early 
experiments seemed to confirm these predictions. More exact 
measurements, however, as will be pointed out in a later section 
[185(&)], reveal radical departures from the second condition of 
symmetry. 

(d) Polarization of X-rays — Among the early significant experi- 
ments on scattering is Barkla^s classic work^ on polarization. These 



experiments test one of the conclusions drawn from the classical 
theory of the production of X-rays, and also the factor (1 + cos^^) 
in Thomson's scattering equation, (279) above. 

Let a stream of cathode rays, proceeding in the direction zO (Fig. 
141) impinge on a target at 0 Consider the beam of X-rays proceed- 
ing from this target m the direction Oxi, perpendicular to Oz We shall 
call this the primary beam " If we assume that the electrons of the 
cathode stream are all brought to rest by accelerations in the direction 
Oz, this primary beam should be plane-polarized with the electric 
vector m the z direction, as indicated by the vector Z Let a scattering 
material — a small piece of carbon, say — ^be located at Pi. As explained 
in the preceding section, according to classical theory the electrons of 
this scatterer should experience accelerations m the direction Piz[ as a 
result of the passage of the primary beam, and the scatterer should 
emit a secondary or scattered beam. The intensity of this scattered 
^ Bakkla, Roy Soc , Proc,, vol 77, p 247 (1906) 
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beam should be a maximum in the plane yOxi and should be zero in 
the direction ziz[. If this analysis is correct, the intensity of the 
X-rays scattered by a substance at Pi should vary from zero in a 
direction PiZ\ to a maximum in the direction P1P2. 

In his experiments Barkla found that the intensity of the scattered 
radiation in the direction of PiZi, although not zero, was considerably 
less than the intensity in the direction P1P2. This indicates that the 
primary beam is at least 'partially polarized, though not completely 
so. A little further consideration indicates that this is just what we 
should expect We assumed, at the beginning of the discussion, 
that the electrons of the cathode stream are brought to rest by accelera- 
tions in the direction Oz, If we attempt to picture the sequence of 
events by means of which a swiftly moving electron is brought to 
rest by collision with the atoms of the target at 0 , we should conclude 
that rarely will an electron be stopped by a single ^^head on^’ collision 
with an atom. In the general case, it will pursue a zigzag course and 
will collide with many atoms before being brought to rest. Although 
the preponderance of accelerations may be in the general direction 
Oz, accelerations in quite different directions are to be expected. 
In the primary beam, therefore, although the z-components of the 
electric vector should predominate, y-components are also to be 
expected. This means that the intensity of the X-rays scattered 
from Pi in the direction of P1P2 should merely be greater than in the 
direction PiZi — which is what Barkla observed. 

With the secondary beam of X-rays proceeding in the direction 
P1P2, however, the situation is different- This secondary beam 
is produced by the acceleration of electrons at Pi due to the passage 
of the primary beam On account of the transverse nature of electro- 
magnetic radiation, this primary beam, regardless of its state of 
polarization, can accelerate electrons at Pi only in directions lying in 
the plane P2P1Z1, f.e., in directions at right angles to PiXi, Conse- 
quently, the electric vector of the secondary beam proceedmg in the 
direction P1P2 must he entirely in the plane P2P1Z1] this secondary 
beam must be completely plane-polarized. If, then, this secondary 
beam be allowed to pass over a second scatterer placed at P2, the 
intensity of the tertiary radiation sent out from P2 should vary from 
zero in the direction P^% to a maximum in the direction P2X%, 

Barkla^s experiments testing this conclusion indicated that the 
secondary rays were 70 percent polarized, instead of the predicted 
100 percent. A similar experiment was performed much later by 
Compton and Hagenow^ in which a more intense primary beam was 

1 CoMPTOX and Hagbnow, J.O S A,, Rev^ Sci>. InsWwmmts, vol. 8, p. 487 (1924). 
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employed, thereby allowing (1) better collimation, i e., greater defini- 
tion of the scattering angle, and (2) the use of smaller scatterers so 
as to decrease multiple scattering, t e , successive scatterings at angles 
other than 90°. It was found that within the limit of error of the 
measurements the intensity of the tertiary radiation scattered in 
the direction is zero We may conclude, therefore, that, as 
classical theory predicts, the secondary beam itself is completely 
polarized 

The results of these early experiments on the scattering of X-rays 
confirmed without exception the classical theory in its simple form 
as described above. But we must bear in mind, that, as viewed today, 
this theory of scattering is imperfect, principally for the following 
reasons: 

1. We have dealt here with free electrons only, whereas most of the 
electrons involved in scattering are bound in atoms 

2. We have neglected possible interference effects between wave- 
lets scattered from different electrons 

3. Another type of scattering process, the Compton scattering, 
also occurs. In a later section we shall return to the subject of 
scattering. 

173. Absorption and Fluorescence. — ^Although the classical elec- 
tromagnetic theory was remarkably successful in explaining most 
of the early observed phenomena of X-rays, there gradually accumu- 
lated a mass of data which this theory could not explain. One such 
group of data developed on the subject of scattering, already men- 
tioned (Compton scattering), one in absorption (photoelectric absorp- 
tion), and a third in regard to spectral distribution of energy of 
X-rays. The first work on the latter two groups of phenomena will 
be discussed in this last section dealing with early developments in 
X-rays, 

(a) Absorption, — Roentgen's initial observation that the relative 
opacity of materials to X-rays depends not alone upon the density 
was early confirmed. Many investigators^ independently concluded 
in 1896 that opacity of a material varied in a regular manner with its 
atomic weight. Not for some 15 years did the atomic number enter 
the picture. 

In 1897, Buguet^ made the significant observation that the opacity 
of a given material to X-rays varied with the thickness of the material 
previously traversed by the beam. This effect is explained by assum- 
ing that his X-ray beams were composed of several component beams 

1 See, for example, Comptes Rmdua, vol 122, pp. 146, 723 (1896). 

^ Comptes Rendus, vol 125, p. 398 (1897) . 
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having different absorbabilities The general teims quality and haid- 
ness refer to the relative absorbability of a beam, a hard beam having 
low absorbability Any beam whose quality is altered by transnaission 
through an absorber is called a heterogeneous beam. In 1909, Barkla 
and Sadler,^ studying these absorption questions, developed the fiist 
method of producing a homogeneous beam. This method is discussed 
in part (fe) of this section 

The general formula for the absorption of radiation was found to 
apply to X-rays That is, if an X-ray beam of intensity i is incident 
on a thin slab dx of absorbing material (Fig 142), 
the change m intensity di, actually a diminution, 

IS given by the relation 

di , 

““ = —fidx, 

% 

where /x is called the linear coefficient of absorption. 

For a homogeneous beam of X-rays, i c , a beam for 
which 11 IS independent of x, the last equation can at 
once be integrated ; we can write for the transmitted Fiq. 142 . 
intensity I at any distance x 

I - (280) 

Iq being the intensity at a; = 0 By measuring J, Jo, and x, one may 
compute ii. In a later section, we shall discuss what is known con- 
cerning the dependence of /x upon atomic number and upon the quality 
of the rays. 

In deriving Eq. (280), we are not concerned with what ultimately 
becomes of the radiation which is removed from the incident beam. 
From our discussion of scattered X-rays, however, we know that 
scattering constitutes one process by which an incident beam is 
weakened. Usually, however, the amount of radiant energy that is 
scattered from an X-ray beam is much smaller than the total amount 
of energy that is removed from the beam, as represented by the 
coefficient /x- This fact was not easy to explain on the classical theory. 

(6) Characteristic Secondary X-rays. — A new type of phenomenon 
was revealed in 1896 by an important observation made by Winkel- 
mann and Straubel ^ A beam of X-rays was passed through a 
photographic plate P (Fig. 143), the emulsion b^g on the rear side. 
Behind a part of the plate was placed a piece of fluor spar F. On 
developing the plate, it was found that the film was much denser m 

1 PUl Mag , voL 17, p. 799 (1909) 

* ZmU. f. Natwrvms , vol. 30 (1890). 
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the neighborhood of F, as if had reflected the rays. An observa- 
tion of this kind had been made by Roentgen But Winkelmann and 
Straubel showed that the phenomenon was not one of true reflection, 
for they repeated the experiment with a thin sheet of paper AA 
between F and P and found that the intensifying 
action of F was almost but not entirely destroyed, 



although the paper was very transparent to the incident 
beam. From this, they concluded that the quality 
of the rays had been altered by the spar m such a way 
as to make the beam of rays returned by F more 
absorbable in paper than was the original beam. In 
other words, the primary rays, incident on the spar, 
had been transformed into characteristic “spar” rays. 


Fig 143 


Barkla and his collaborators made a thorough and 


systematic study of this phenomenon.^ Let a primary beam of hard 
X-rays from a target T (Fig. 144), after passing through holes in lead 
screens SiSu fall upon the secondary emitter E. Let the secondary 
beam, taken off at right angles to the primary beam, after passing 
screens enter the ionization chamber C, by means of which the 
intensity of the secondary beam can be measured either with or without 
slabs of absorbing material placed at A or at P 



Pig. 144 — Schematic arrangement for studying secondary radiation. 


When the secondary emitter is of some light material, such as 
carbon, an aluminum absorbing screen placed at B absorbs nearly 
the same fraction of the secondary beam as it does of the primary 
beam when placed at A. This shows that the quality of the secondary 
beam as measured by its absorption in aluminum is nearly the same 

1 (7/, Fhil Mag , vol 16, p. 550, vol 22, p. 396, vol 23, p 987; Nature^ vol 80, 
p 37, Camhrtdge Phil Soc , Proc,, toI. 15, p. 257 (1908-1912). 
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as that of the primary beam We may conclude that the primary 
beam has merely been scattered by the secondary" emitter. 

If, however, a heavier material, such as silver, is substituted for 
the carbon at E, the absorption coefficient of the secondary beam in 
aluminum is found to be greater than that of the primary beam — which 
indicates that the quality of the secondary beam is no longer the same 
as that of the primary. Barkla found that the quality or hardness 
of the secondary beam, as measured by its coefficient of absorption in 
aluminum, is characteristic of the material used as secondary emitter. 
Almost without exception, the hardness of the secondary beam, as 
measured by its absorbability in aluminum, increases with increasing 
atomic weight of the secondary emitter 

When absorption coefficients in 
different absorbing materials were 
compared, a striking feature ap- 
peared. If the absorption coeffi- 
cients in, say, iron, for a series of 
secondary radiations obtained from 
a series of emitters of different 
atomic weights, are plotted against 
the absorption coefficients for the 
same radiations in aluminum, a 
curve is obtained of the type shown in Fig. 145. Point a corresponds to 
a soft radiation easily absorbed in aluminum As the penetrating 
power of the radiation is increased, the coefficients of absorption in both 
aluminum and iron decrease along the line ah At 6, however, the 
absorption coefficient of the radiation in the iron absorber suddenly 
increases to point c. This increase occurs for radiation of which the 
absorbability in aluminum is about the same as that for the radiation 
from an iron secondary emitter. Thereafter, for more penetrating 
radiations, the absorption in iron decreases again toward point d 

Similar results were obtained with other absorbing materials in 
place of iron. The position of the discontinuity was found to depend 
on the atomic weight of the absorber: the higher its atomic weight, 
the greater the penetration in aluminum of the radiation for which the 
discontinuity occurred 

These facts point unambiguously to the conclusion that a second- 
ary emitter besides scattering the primary beam also emits a fluores- 
cent radiation characteristic of the emitter, whenever the primary 
beam is of greater hardness than this fluorescent radiation. Barkla 
called the latter the fluorescent radiation^' of the emitter. For the 
heavier absorbers, a second discontinuity was observed beyond point a 



Absorption Coefficient in Aluminum 


Fig 145 
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of Fig 145 This indicated that along with the K fluorescent radia- 
tion another and softer fluorescent radiation was emitted, which 
Barkla designated by L Barkla recognized that these K and L 
radiations constitute hnes (or groups of lines) in the fluorescent X-ray 
spectra of the several secondary emitters. 

A further conclusion from these observations is that there exists, 
for each of many absorbers, a K absorption discontinuity which 
is not like the resonance absorption Ime to be expected from the 
classical electromagnetic theory. In some cases, a similar L dis- 
continuity was found 

The graph of Fig. 145, with the abscissas corresponding, as we 
shall see, to an X-ray wave-length scale, foreshadows a new era in 
X-ray developments, an era distinguished by studies of spectral 
properties of X-rays and by experimentation with homogeneous 
beams. 


X-RAY SPECTRA 

174. The Crystal Diffraction Grating. — The researches of Barkla 
m isolatmg the K and L fluorescent radiations pomted unmistakably 
toward the existence of defimte, dtscrete wave lengths in X-rays. An 
experiment was greatly needed by which a heterogeneous beam could 
actually be separated into its spectral components. The only method 
then available for such spectral analysis involved diffraction of X-rays 
from a slit, and the dispersion obtainable by this method was insuffi- 
cient for the purpose at hand. 

(a) A Crystal as a Diffraction Orating — k new and practical 
method for resolving X-ray beams developed out of a brilliant sug- 
gestion by Laue The order of magnitude of X-ray wave lengths, 
as revealed by the diffraction experiments descnbed above, is the 
Rg-mfl as the order of magnitude of the spacing of the atoms in crystals. 
Laue suggested, therefore, that a crystal, with its regular three-dimen- 
sional array of atoms, might behave toward a beam of X-rays in 
somewhat the same way as does a ruled diffraction grating toward a 
beam of ordmary hght. 

Let it be assumed that plane electromagnetic waves traveling in a 
given direction fall upon a crystal. Then each atom will scatter some 
of the incident radiation. If the crystal is perfectly regular, the 
wavelets scatter^ by different atoms will combine, in general, in 
all sorts of phases and so will destroy each other by interference. 
Laue argued, however, that for certain wave lengths and in certain 
directions the wavelets should copibind in phase and so produce a 



Sec 174] 


THE CRYSTAL DIFFRACTION GRATING 


469 


strong diffracted beam ^ It would be expected, theiefoie, that such 
diffracted beams might be observed upon passing a heterogeneous 
X-ray beam through a crystal Such an experiment was performed 
by Friedrich and Knipping m 1913 

(6) The Experiment of Friedrichj Kmpping^ and Laue.^ — By means 
of suitable screens, SiS^i (Fig 146), a narrow pencil of X-rays from 
the target T was allowed to pass through a crystal C beyond which 
was a photographic plate PP After an exposure of many hours, it 
was found on developing the plate that, in addition to the mteiioi 
central image at 0, where the direct beam struck the plate, there were 
present on the plate many fainter but regularly arranged spots, 

indicating that the incident X-ray 

beam had been diffracted by the ^ P 

crystal in certain special direc- 
tions, just as Laue had predicted [J qC ^ 

Figure 147 shows such a photo- ^ 
graph, taken by Dr George L 

Clark,® of an iron crystal. In ^ 

their original paper, Fnedrich, 146 -The arrangement by which 

Knipping, and Laue, from an Fnednch and Kmppmg discovered the 
T . ^ . i* 1 , 1 action of a crystal on a beam of X-rays 

analysis of a series of photographs 

of a crystal of zinc blende oriented at vanous angles with respect to the 
incident pencil, concluded that there were present m the X-ray beam 
wave lengths varying between 1 27 X cm and 4 83 X 10“® cm 
This positive result seemed to prove the correctness of the two postu- 
lates underlying the expenment: (1) that X-rays are electromagnetic 
waves of definite wave lengths and (2) that the atoms of a crystal are 
arranged in regular three-dimensional order, as suggested by the 


external symmetry of crystals. 

This experiment marked the beginning of a new era in the tech- 
nique of X-ray measurement and in X-ray theory. Two new and 
very important fields of investigation were at once opened up. (1) 
in X-rays, the study of spectra and the use of homogeneous beams in 
experiments on scattering, absorption, etc ; (2) the study of the 
arrangements of atoms or molecules m crystals In the following 
sections, we shall confine our discussion to some of the more important 
aspects of the former field. For presentations of the allied field of 


^See, for example, Compton and Aixison, '^X-rays m Theory and Experi- 
ment,'^ PP 331-340, 1935. 

* Feiedeich:, Knippinc, and Latte, Bayer, Akad d. TFws, 1912, Le Radkum, 
voL 10, p. 47 (1913). 

» This photograph is used by permission of Dx- dark. 
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molecular and crystal structure, the student is referred to standard 
treatises on the subject." 

(c) Bragg’s Analysis of the Three-Dimensional Grating. — A very 
simple and convenient way of looking at the process of diffraction by 
a crystal grating was proposed by Bragg.- He pomted out that 
through any crystal a set of equidistant parallel planes can be drawn 
which, among them, pass through all the atoms (or similar groups of 



Fig 147 — Laue photograph of an iron crystal. {Photograph by Dr. George L, Clark ) 


atoms) which compose the crystal Indeed, a great many such families 
of planes may be drawn, the planes of each family being separated 
from each other by a characteristic distance Such planes are called 
Bragg 'planes, and their separations, Bragg spacings. Traces of five 
families of Bragg planes are shown in Fig 148. 

If plane monochromatic waves fall upon the atoms in a Bragg plane, 
a wavelet of scattered radiation spreads out from each atom in all 
directions There is just one direction in which, irrespective of the 
atomic distribution in the plane, the scattered wavelets will meet 

^ E g j Bbaog, W H , and W L. Bbagki, ^‘The Crystallme State,” vol. I, 1933, 
Clark, G L , “ Apphed X-Rays/' 3d ed,, 1940. 

* Bbagg, W L , Cambridge Phil Soc , Proc , vol 17, p 43 (1912). 
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in the same phase and will constructively interfere with each other, 
VIZ , the direction of specular reflection from the plane. This follows 
from the ordmary Huygens construction as used for the reflection from 
a mirror The beam scattered m this direction may be thought of as 
reflected from the Bragg plane. But, now, we note that each Bragg 
plane is one of many regularly spaced parallel planes The beams 
reflected from these various parallel planes will combine, in general, 



Fig. 148 — Schematic representation of the reflection of monochromatic beams of X-rays 
by a crystal of NaCl when a heterochromatic beam is incident upon it 


in different phases and so will destroy each other by interference. 
Only if certain conditions as to wave length and angle of incidence 
of the beam on the planes are satisfied will the waves from different 
planes combine m the same phase and reinforce each other. The 
necessary conditions are easily found 

In Fig 149, let the horizontal lines represent the traces of two suc- 
cessive Bragg planes spaced d apart Denote by 6 the angle between 
the direction of propagation of the mcident beam and the planes; this 
angle is oalled the glanoing angk of the bemn on theae planeet Let a 
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ray meet the two planes at Oi and O 2 , respectively, and let a line drawn 
from O 2 perpendicular to the planes cut the other plane at 0 Draw 
Oil and O 22 repiesenting rays specularly reflected from the two planes, 
and draw aOb perpendicular to Oil and O 22 to represent a wave front 
of the reflected beam. Then constructive interference will occur if 
the path O 1 O 26 , taken by waves scattered at O 2 , exceeds the path Oia 
for waves scattered at Oi by an integral number of wave lengths 
Draw Oc perpendicular to O 1 O 2 . Then Oia = Oic, hence the differ- 



ence in path is CO 2 & = 2d sin 6 The conditions that there should be a 
reflected beam are, therefore, 

6 = d' (281) 

and 

nX = 2 d sin (282) 

where n is an integer, called the order of the reflection,^' and 6' is the 
angle between the Bragg planes and the direction of the diffracted rays 
These two conditions are known as Bragg^s law for X-ray reflection 
The first condition is often omitted in the statement of Bragg's law 
with the understandmg that it is implied by the term reflection." 

Suppose, now, that a parallel wave tram, containmg a conUnuous 
spectrum of wave lengths, is incident upon a crystal, as represented by 
the parallel arrows a, &, c, d m Fig. 148 In the figure, traces of five 
families of Bragg planes are shown, numbered 1, 2, 3, 4, 5, with their 
characteristic spacings di, d 2 , * Many other families of planes 

might be imagined, some perpendicular and some not perpendicular 
to the plane of the paper Suppose that in the incident beam there 
is a wave length X 2 such tihat 

nX2 “ 2d2sin02, 

where n is an mteger, d^ is the distance betwreen the set of planes 
numbered '^ 2 /' and is the glancing angle between the direction of 
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the incident radiation and these planes Then there will be reflected 
from this group of planes a beam A, of wave length X 2 , which will 
proceed in the direction of the arrow A Similarly, we may have 
reflected beams C, D, * * * m different directions in the plane of the 
paper, and also many other beams reflected from other families of 
planes m directions not in the plane of the paper. Each '^Laue spot'' 
in the experiment of Friedrich and Knipping may be interpreted as 
produced by such a reflected beam In general, the most intense 
spots correspond to reflections from Bragg planes containing the 
greatest number of atoms on each plane 

The crystal represented in Fig 148 is one of a very simple type, but 
the conception of Bragg planes is applicable to all types of crystals It 
should be pointed out, however, that it is not necessary to draw the 
Bragg planes actually through the atoms, instead of a given family 
of these planes, any other set of planes parallel to them and spaced 
the same distance apart could be employed and would lead to the 
same conditions for strong reflection 

It should be pointed out also that the Bragg equation (282) does 
not give a complete solution to the interference problems of X-rays 
scattered from a crystal. The equation predicts only the position 
of the center of the expected diffraction pattern for a given wave 
length and family of Bragg planes, nothing is said about the intensity 
distnbution in this diffraction pattern. 

176, The X-ray Spectrometer. — Immediately following the 
announcement by Friedrich, Kmpping, and Laue of their successful 
experiment, many investigators took up the study of the new phe- 
nomenon. Among these were W H andW L Bragg,Ho whom weare 
chiefly indebted for the early development of the X-ray spectrometer. 

A spectrometer of the Bragg type is shown diagrammatically in 
Fig 150(a). X-rays from the target T of an X-ray tube pass through 
two narrow shts Si and 3%, a few hundredths or tenths of a miUimeter 
wide, the edges of which are made of some material, such as lead or 
gold, which 18 very opaque to X-rays. This nbbon-shaped incident 
beam of X-rays I falls at a glancing angle 6 on the cleavage face of a 
crystal K — rock salt, calcite, mica, gypsum, quartz, etc. — which is 
mounted on a table D, the angular position of which can be accurately 
read by verniers or micrometer microscopes The reflected beam of 
X-rays, which makes an angle 26 with the incident beam, enters 
through the ''window^' w, an ionization chamber C by means of which 
the intensity of the reflected beam may be measured. By suitably 

1 W b-, Natwre^ vol 90, p. 410 (1912) , Beagg, W, H , and W L. Beagg, 

Roy, Boa , Proc,, vol 88, p. 428 (1913) ; Beagg, W H., Nixture, vol 91, p. 477 (1913). 
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turning the table D about the axis A, the incident beam may be made 
to strike the face of the crystal at any glancing angle d The loniza- 
tion chamber C is mounted on an arm (not shown) by means of which 
the chamber can be rotated about the axis *4 so as to admit the 
reflected beam through the window w For protection against stray 
scattered radiation, a third slit Sz is attached to the chamber. 

For photographic registration, the ionization chamber may be 
replaced by a photographic plate PP [Fig 150(2>)] With the crystal 

set at a glancing angle dj the 
leflccted beam will strike the plate 
at L (or at L', it the crystal is 
reversed From the position 
0 at which the direct beam strikes 
the plate, the distances OL and OA 
and hence the angles 26 and 6 may 
be determined The wave length 
X is then obtained from the Bragg 
formula, n\ = 2d sm 6 

The distance d between the 
reflecting planes of a crystal such 
as NaCl is determined as follows 
From his investigations, Bragg 
showed^ that, in the rock-salt 
crystal, the Na and the Cl atoms 
or ions occupy alternate positions 
at the corners of elementary cubes 
in the cubic lattice characteristic 
of the crystal, the arrangement 
being similar to that shown in Fig 148, which represents one plane of 
atoms. Taking the atomic weight of chlorine as 35.46 and of sodium' 
as 23.00, we find the molecular weight of NaCl to be 58 46 There- 
fore, 58.46 grams of the NaCl contain 2No atoms, viz , No atoms of Na 
and No atoms of Cl, where No is Avogadro^s number. Thus, if we 
use the older value. No = 6.064 X 10^®, we find for the number of 
atoms n in 1 cm -cube of rock salt 

n = 2 X 6.064 X X 

oo 4b 

where p “ 2 163, the density of crystalline NaCl If d is the distance 
between the center of one atom and the next along the edge of the 
cube, 1/d is the number of atoms m a row of atoms 1 cm. long, and the 

^ See Bbagg, W. H., and W. L. Bbagg, “The CrystalHne State,’' vol I, 1933 



Fig 150 — The X-ray spectrometer, 
using (a) the ionization method, (6) the 
photographic method 
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number of atoms m the centimetei-cube is 



Solving these two equations simultaneously for d, which is the desired 
distance between the (cleavage) planes m NaCl, we find 

d = 2 814 X cm. {Old value ) 

The value of d is seen to be dependent on M, the molecular weight 
of rock salt; on p, the density of rock salt; and on Avogadro’s number^ 
No The values of A^o and p are not known to much better than 0 1 
percent. There is, hence, a corresponding uncertainty in the value 
of d At present, measurements of X-ray wave lengths can be made 
with a precision manyfold greater than the best measurements of 
No, or p 

It was, therefore, supposed to be expedient to adopt a new unit of 
length, called the X unit or '^X.U which was very nearly 1 X 10“^^ 
cm but which was accurately defined by taking the grating space of 
NaCl at 18°C. as exactly 2,814 00 X U The grating space of any 
other crystal could then be determined from this arbitrarily chosen 
standard as follows Let ^Naci be the angle at which a line of given 
wave length is reflected from a rock-salt crystal, and Be the angle at 
which the same line is reflected from some other crystal of grating 
space dc Then, from Bragg's law [Eq (282)], we have 

n\ — 2dNaasin ^Naci = 2dcsin^c, 

from which dc may be determined. In later work, calcite was adopted 
as the best crystal for practical use, but the standard unit for wave 
lengths was not changed. 

Recently, however, it has been found that there was an error 
in the old value of e (Sec 42) and m the value of No deduced from it. 
If the present value, iVo = 6 023 X lO^^, is used in the preceding 
calculation, we find 

d — 2 820 X 10*“® cm {New value ) 

Furthermore, it has been found possible to measure X-ray wave lengths 
by means of ruled gratings, the grating space of which can be measured 
directly, so that no assumptions as to structure of a crystal or as to 
the value of Xo are involved. It seems certain that in the future the 
absolute values of X-ray wave lengths will be based upon measure- 
ments with ruled gratings, crystals being used only to compare one 
wave length with anofher 
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For this reason it has been proposed to redefine the X unit as 
being exactly 10^^^ cm. Objection to this procedure has been raised 
recently by Siegbahn^ on the ground that the accuracy attainable m 
the comparison of X-ray wave lengths by means of crystals will 
undoubtedly greatly exceed the accuracy attainable with a grating 
for a considerable time to come. Hence, if all wwe lengths are now 
converted into absolute values on the basis of existing grating measure- 
ments, they will probably require further correction in the future, and 
the corrections are likely to exceed considerably the errors of the 
crystal measurements It is considered preferable by Siegbahn and 
others to retain an artificial X unit based on the old assumed value of 
the grating space of calcite, and to express all wave lengths that are 
measured with crystals in terms of this unit. The true wave length 
in terms of cm. as the unit can then always be found by increasing 
all the crystal wwe lengths by a certain percentage, by 0 20 percent 
according to present data. Confusion can be avoided by expressing 
all true w^ave lengths in units of the metric system or in angstroms. 
This procedure will be followed in the present edition of this book. 
For many purposes the difference between the two umts is immaterial. 

There are two important corrections which must be made when, by 
use of a crystal grating, X-ray wave lengths are compared with a 
precision of the order of a few parts in 100,000. First, because of the 
thermal expansion of crystals, the grating space d varies with tempera- 
ture, and correction must be made if the temperature differs from 
IS'^C , which is the temperature to which grating spaces are usually 
referred. Second, it has been found that a beam of X-rays is slightly 
deviated by refraction as it enters or leaves a crystal (see Sec 187 
below). Accordingly the observed value of the glancing angle 6 of the 
Bragg formula is not quite the same as the angle, within the crystal, 
at which the beam of rays strikes the Bragg planes 

In Table I are listed some of the crystals commonly used in X-ray 
spectroscopy together with their respective grating spaces. In the 
second column, the spaces are listed as given by Siegbahn, ^ on the 
basis of d = 2,814 X.U. for rock salt; in the third column, headed 
corrected, the spaces are given as found by multiplying Siegbahn^s 
values by 3 03560/3 02945 so as to brmg them into harmony with the 
gratmg spacing of calcite (d = 3,035 60 X.U.) as calculated by Bearden 
from observations of the diffraction by a calcite crystal of X-rays 
whose wave length had been measured with a ruled grating.® 

^ Siegbahn, Naturcj voL 151, p 502 (1943). 

® Siegbahn, ''Spektroskopie der Rontgeastrahlen,^’ 2d ed., 1931. 

® Beaiu>en, Phys. Rev.j vol. 48, p. 385 (1935). 
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It is quite beyond the scope of this book to discuss the various 
(ionization) spectrometers or (photographic) spectrographs which 
have been developed for the measurement of X-rays Some, e g , 
the Bragg spectrometer, use a single plane crystal and ^'external” 
reflection, some use transmission and “internal” reflection, some use 
two plane crystals in succession, and some use a bent crystal in order 
to focus the reflected rays For details of the various designs and 
of their operation, the reader is referred to other books ^ 


Table I — Grating Spaces or Some Crystals Used in X-ray Spectroscopy 


Crystal 

Grating space d at 18®G 

Change in d 
per degree 
centigrade, 
XU.or 10“'^ 

cm. 

Siegbahn, 

XU. 

Corrected, 

X 10”^^ cm 

Rock salt (NaCl) 

2,814 00 

2,819 71 

0.11 

Calcite (CaCOs) 

3,029 45 

3,035 60 

03 

Quartz (S 1 O 2 ) 

4,246 02 

4,254 65 

04 

Gypsum (CaS02 2 H 2 O) 

7,584 70 

7,600 1 

29 

Mica 

9,942 72 

9,962 9 

15 


It is obvious from Bragg^s law, 

nX = 2d sin 6^ 

that the maximum wave length measurable by use of a given crystal 
is 2d Actually, \m is somewhat less than this, since the glancmg angle 
d cannot usefully exceed about 70° By use of a quartz crystal, for 
example, wave lengths up to about 7,500 X.U can be measured. For 
measurement of extremely long wave lengths, certain organic crystals 
of large grating space were originally used (e g , sugar, d = 10 57 A; 
lead mehssate, d = 87 5 A). In recent years, however, it has been 
found more expedient to use a ruled grating for this purpose. There 
IS no such upper limit to the wave lengths which may be measured by 
means of a ruled grating. In general, crystals are now used from very 
short wave lengths up to about 50 A, and gratings from very long 
wave lengths to somewhat below 50 A 

176. Bragg^s Discovery of Monochromatic Characteristic Radia- 
tions. — ^With a beam of X-rays from a platinum target mcident on the 
cleavage face of a rock-salt crystal, as shown in Fig 150(a), W. H 

1 SiBGBAHN, op, ad See particularly the two-crystal spectrometer, pp. 128- 
134, an instrument of very high resolvu^ power Cf, also, Compton and Allison, 
Of at,, pp 750-756, for focusing spectrographs. 
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Bragg^ rotated the crj-stal in steps of A9 and the ionization chamber 
in steps of 2A6 He plotted the curve of ionization current against 
glancing angle B and found that the current or X-ray intensity did 
not vary uniformly with angle but rose at certain angles to a sharp 
maximum. A curve similar to that showm in Fig. 151 w^as obtained 
A group of three maxima, <ti, 6i, and Ci, was observed at the respective 
angles 5 of 9 9, 11 6, and 13 6° A second group of three maxima, 
a*, h, and Ca, was observed at approximately double these angles. 


Wavelftng+K(Angsl'roms) 

0 a4 08 IZ 16 



Fig 151. — Bragg’s curve for the energy distribution in an X-ray spectrum, showing the 

characteristic lines a, b, c 

This second group is similar, as to relative intensities of the maxima, 
to the j&rst group Bragg interpreted the maxima ai, 6i, and ci as 
three monochromatic lines; and the second group of maxima a2, 62, 
and C2 as second-order reflections of the lines ai, 61, and ci. He com- 
puted their wave lengths by the formula n\ == 2d sin $, taking n = 1 
for the ^‘lines’’ ai, ?>i, and ci and n = 2 for the second-order lines 
a2, 62, and C2 A third-order peak 63 was observed at 36.6°. Assuming 
d = 2 814 angstroms for rock salt, he found the following wave lengths: 


Table II — Fibst Measurements of X-ray Wave Lengths by Bragg 
(Platinum Target) 


Line 

degrees 

Sin 9 

\ 

n 

X, angstroms 

Cl 

9.9 

0.172 

1 

0.97 

bi 

11.6 

,200 

1 

1.13 

bi 

23.6 

.400 

2 

1.13 

bt 

36.6 

697 

3 

1.12 

Cl 

13 6 

235 

1 

1 32 


1 Nature, Jan 23, 1913 
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Curves similar to Fig 151 were obtained with other crystals, the 
only difference bemg that the maxima occurred at different glancing 
angles, indicating that each crystal had a characteristic grating space 
d. Bragg convinced himself, however, that these respective maxima 
for different crystals always represented the same monochromatic 
radiation, since, for example, the absorption in aluminum of peak hi 
was always the same, whatever the crystal used. In short, the peaks 
of the curve in Fig. 151 represent spectral lines the wave lengths of 
which are characteristic of the target emitting the rays. These mono- 
chromatic lines are superimposed on a continuous spectrum represented 
by the partially dotted line in the figure Curves of the type shown in 
Fig. 151, therefore, represent (subject to certain corrections to be 
mentioned later) the distribution of energy in the X-ray spectrum, 
continuous and characteristic combined, of an element. 

177. Moseley’s Law. — In two classic papers,^ Moseley presented a 
systematic study of the characteristic radiations emitted by various 



A^mic Number, 55 

Fig 152 — Moseley's curve showing the relation between the frequencies of X-ray lines 

and atomic number 


targets, using a photographic method similar in principle to that 
shown in Fig. 150(6). He found a larger number of characteristic 
lines than Bragg and, also, that these lines could, in general, be 
classified into two groups: (1) a group of shorter wave lengths, which, 
by means of the value of absorption coeflBicients in aluminum, he 
identified with Barkla’s K characteristic secondary radiations and (2) 
1 Moselhy, Phil Mag j vol. 26, p 1024 (1913), vol 27, p. 703 (1914). 
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a group of lines of longei wave length, similarly identified with Barkla’s 
L radiation 

Unlike the optical spectra, however, the X-ray chaiacteristic 
spectra of the elements were found to be similar from element to 
element, homologous hnes occurring, in general, at shorter wave 
lengths the greater the atomic weight of the element in which the lines 
originate. In searching for a relation between the freq.^®^^y ^ 
given line, say the Ka line, and some property of the atom in which 
the line originated, Moseley fiist observed that the frequency did not 
vary uniformly with the atomic weight, as is shown by curve A (Fig 
152) in which the square root of the frequency is plotted against the 
atomic weight In Bohr's theory of the origin of spectra, however, 
which at that time had recently been proposed, the charge on the 
nucleus played a fundamental role According to Bohr's theory, the 
frequency v of a spectral line is given by 


V 


- j,) 

^ ny 


[Sec 95, Eq (140a)], from which 

y/v oc Zy 


Z being the atomic number Rutherford had shown, from his expen- 
ments on the scattering of a particles, that the value of the nuclear 
charge, for a given atom, is very approximately one-half the atomic 
weight; and Barkla had shown, from expenments on the scattering 
of X-rays, that the number of electrons surrounding the nucleus is 
also approximately one-half the atomic weight. Guided by these 
considerations, Moseley assigned atomic numbers Z to the elements 
he had investigated and then plotted a curve between \/ v and Z 
Such a plot of Moseley's data for the Ka hne is shown in Fig. 152, 
curve JS. The graph is seen to be a straight line, with a small intercept 
6 = 1 on the Z-axis It is obvious from a comparison of the two 
curves A and B of Fig. 152 that, as far as the determination of the 
frequency of charactertshc lines is concerned, atomic number is a much 
more fundamental quantity than atomic weight. 

Empirically, the relation between the frequency v of the Ka line 
and Z, as determined by Moseley from Fig 152, curve B, is 

I. = 0 248 X {Z - 1)K (283) 

In Bohr's equation for the frequency j/ of a spectral hne, as just 
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written, if we set 712 = 1 and ni = 2, we obtain for v 

j- = 0 328 X IQi* X (284a) 

= 0.246 X IQi® X (2846) 

by inserting the numerical values of m, e, and h Except for the slight 
correction to Z, Eqs. (283) and (2846) are seen to be almost idenUcal. 

This agreement suggests rather naturally the hypothesis described 
m the next section as to origin of the Ka line 

178. The Origin of X-ray Lines, (a) Emission Spectra, — In Sec. 
119, we have seen that in an atom there are 2, and only 2, electrons 
corresponding to the electronic quantum number, n = 1. These 
electrons, which constitute the K shell and may be called the K 
electrons, have (in the ^ero-order stage of perturbation theory) 
1-electron wave functions whose values are very small except close 
to the nucleus The electrons in question are, therefore, very unlikely 
to be found at any considerable distance from the nucleus and may 
be regarded as the innermost electrons m the atom In any neutral 
atom of atomic number Z > 2, there exist also 1 or more, up to a 
maximum of 8, electrons in quantum states with ti = 2, called 
electrons Their wave functions extend effectively to much greater 
distances from the nucleus than those of the K electrons, so that, 
although any one of the L electrons might be found closer to the 
nucleus than the K electrons, they are most likely to be found at 
much greater distances. Then, if Z is large enough, there may 
occur, also, M electrons, with n = 3, characterized by wave functions 
extending still farther out, and so on, until all of the circumnuclear 
electrons are accounted for. 

Now suppose an atom in the target of an X-ray tube is bombarded 
by an energetic cathode ray and that 1 of the two K electrons is 
knocked out^’ of the atom. The atom is thereby converted into an 
ion, and the ion is left in a quantum state characterized by the absence 
of one K electron. This state of the ion may be called a K quantum 
state of the ion Subsequently an L electron may ^^drop” into the K 
vacancy, i e , change from an electronic state with ^ == 2 to one with 
n = 1 The ion thereby undergoes a transition from a K state to an 
L state, its excess energy being emitted as a quantum of radiant energy. 
Atomic processes of this sort are assumed to give rise to the Ka line. 
According to this assumption, the quantum hv of Ka radiant energy 
is equal to the difference in energy between the K and the L quantum 
states or levels of the lomised atom. 

In a similar way, the Kp line is assumed to oxidate When to M 
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electron, with quantum number n = 3, drops from the M shell into the 
K vacancy j i e., when theie occurs an atomic (ionic) transition from a 
K state to an M state The picture may be extended to account foi , 
or to pr6d.ict, fl-ny oug of Bi la<rg6 nuinbcr of ctLarSjCtGnstic Gmission 
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Wave length xlOOX U- 

Fig 153. — Plot of the principal K and L lines of tungsten against wave length 
The relative intensity of the lines, when observed under certain conditions, is indicated 
roughly by the heights of the lines on the plot, the heights for the Ly and I lines being 
increased in the ratio 1*5 

lines A hne may be expected corresponding to any atomic (ionic) 
transition from an imtial state characterized by the absence of an 
electron of quantum number n to a final state corresponding to the 
absence of any electron of quantum number greater than n. Of course, 
in an actual target in an X-ray tube many atoms are simultaneously 
involved and many lines are eimtted simultaneously 



Waveleng+h (XU) 


Fig 154 — Distribution of intensity on an arbitrary scale, as measured with an 
ionization chamber from a target of silver, in the region. The three groups of lines, 
0^1 to 02 to and y^i to are satellite lines iSec. 190 (a)] [PromL 0 
Parrott, Phys. Mev , vol 54, p 99 (1938) ] 

This picture suggests, also, an explanation, at least qualitative, of 
the appearance of the factor (Z — 1) instead of Z in Moseley^s equa- 
tion, (283). When, as a result of bombardment by the cathode 
stream, 1 of the K electrons is removed from an atom, there is one K 
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electron left near the nucleus. This electron ‘^screens’' the nucleus 
and makes its effective nuclear charge about 1 unit less; hence, the 
factor (Z — 1) Further work has shown, however, that Moseley^s 
law holds only as a first approximation. 

After the work of Bragg and Moseley, the techniques of X-ray 
spectrometry developed rapidly Many new characteristic lines were 
discovered, and at the present time it is believed that practically 
the entire spectrum of most elements has been mapped out. Following 
and extending the notation of Barkla, the lines are classified into series 
known as the K, L, M, A, etc series, respectively; the letter desig- 
nating a series refers to the initial atomic (ionic) state in the transitions 
giving rise to the lines in question. The principal lines in the K 
senes and L series from tungsten are plotted in Fig 153, as explained 
under the figure Each series of lines contains several strong lines 
and numerous faint ones To illustrate further the appearance of 
X-ray spectra, there is shown in Fig 154 a section of the L series of 
silver, as recorded with a two-crystal ionization spectrometer of high 
resolving powder and dispersion 

Many faint X-ray lines, called ^^satellite Imes,'^ originate in atomic 
transitions between states of double ionization and will be discussed in 
more detail in a later section [190(a)] Except in that section, the 
discussion will be confined to ^^first-order lines, arising m the manner 
just described ^rom transitions between states of single ionization 

In Table III (a) are listed the wave lengths of the four principal lines 
of the K series, the ai, and y lines, for a number of elements 

It is more convenient from the theoretical standpoint, however, to 
work with quantities proportional to the frequencies of the lines instead 
of with their wave lengths; for this purpose values of v/R are com- 
monly employed, v being the frequency and R denoting the Rydberg 
constant for an atom of infinite mass (in the same units as v). Values 
of v/R for the same K lines are shoAvn in Table III (6). They may be 
obtained most quickly by taking the reciprocal of the wave length 
expressed in X U., dividing this by the value of R in terms of cm ""b 
and multiplying by 10^^ 

It is to be noted that the phrase series of lines as used in X-ray 
spectroscopy refers to a group of lines arising from a common initial 
atomic state, whereas in the part of spectroscopy that deals wuth the 
outermost electrons of the atom the term ^'series’’ is applied to a group 
of lines having a common final atomic state. 

(6) Absorption Spectra ^ — The theoretical picture that we have 
described furnishes, furthermore, a simple explanation of the dis- 
continuities that Barkla had observed in the absorption coejEcient of 
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various materials for X-rays. Absorption, as ive saw in studying 
atomic spectra, is the reverse of emission. If a photon of Ka radiation 
IS emitted when an electron drops from an L shell into a K shell, then 


T A.BLE Ill(a). — W WE Lengths in X Units of the More Prominent K Lines of 
Some Representative Elements* 


Element 

z 

yf 

-St 


as 

Xic 

S 

16 


5,021 1 

5,361 3 

5,363 7 

5,008 8 

Ca 

20 

. 

3,083 4 

3,351 69 

3,354 95 

3,064 3 

Fe 

26 


1,753 01 

1,932,08 

1,936 01 

1,739 4 

Zn 

30 

1,281.07 

1,292 55 

1,432 17 

1,436 03 

1,280 5 

Br 

35 

918.53 

930 87 

1,037 59 

1,041 66 

918 09 

Mo 

42 

619 70 

630 98 

707 83 

712 11 

618 48 

Ag 

47 

486.30 

496 01 

558 28 

562 67 

484 48 

I 

53 

374 71 

383 15 

432 49 

437 03 

373 44 

W 

74 

178 98 

184 22 

208 62 

213 45 

178 22 

Pb 

82 

141 25 

146 06 

165.16 

170 04 

140 49 

U j 

92 

108.42 

111.87 

126.40 

130 95 

106 58 


* See Note 1 below 
t See Note 2 below 


Table III(&) —v/R Values of the More Prominent K Lines of Some 
Representative Elements* 

V = frequency , R = Rydberg constant for an atom of infinite weight 


Element 

Z 

vt 

;3t 

at 

«2 

WR)k 

S 

16 


181 49 

169 97 

169 90 

181 93 

Ca 

20 


295.54 

271 88 

271 62 

297.38 

Fe 

26 

« • * 

519 83 

471 65 

470 69 

523 90 

Zn 

30 

711.34 

705 02 

636.29 

634 58 

711 67 

Br 

35 

992 10 

978 95 

878 25 

874 82 

992 57 

Mo 

42 

1,470.52 

1,444 23 

1,287 42 

1,279 69 

1,473.4 

Ag 

47 

1,874 96 

1,837.20 

1,632 29 

1,619 55 

1,880 9 

I 

53 

2,431 9 

2,378.4 

2,107.0 

2,085 2 

2,440 2 

W 

74 

5,091 4 

4,946 6 

4,368.2 

4,269 3 

5,113 

Pb 

82 

6,452 

6,239 

5,518 

5,359 

6,486 

U 

92 

8,405 

8,146 

7,209 

6,969 

8,650 


* See Note 1 below, 
t See Note 2 below. 


it should be possible for a photon of this frequency to fee absorbed 
by an atom while one of the K electrons is raised into an L shell — 
provided there is a vacancy in the L shell into which it can go. As 
we have seen, however, in any atom with Z > 10, the L shell normally 
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Table III(c) — v/R Values or the L Absohpxion Limits of Cebtain 

Elements* 


Element 

Z 

Li 

Ln 

Lm 

Mo 

42 

212 43 

193 39 

185 81 

Ag 

47 

280 85 

259 91 

246 76 

I 

53 

382 26 

357 71 

335.78 

W 

74 

890 37 

850 28 

715 30 

Pb 

82 

1,166 47 

1,119 05 

960 03 

U 

92 

1,604 3 

1,541 0 

1,264 2 


* S«e Note 1 below 


Table III(<i) — p/R Values of the M Absorption Limits of Certain 

Elements* 


Element 



If II 

Mm 

Mvr 

My 

W 

74 

208 77 

189 95 

167 9 

140 5 


Pb 

82 

283 7 

262 1 

225 9 

192 0 

184 3 

U 

92 

408 9 

382 1 

316 7 

273 9 

1 

261 0 


♦See Note 1 

Note 1 — The wave lengths and v/R values in these tables are taken from Siegbahn.i and are 
expressed in conventional X units To obtain values in terms of as a unit, the wave lengths 

must all be increased, or the v/B values decreased, bv 0 20 per cent 

Note 2 — The Kfi line is really a close doublet, experimentally resolved for Rb 37 and elements 
of higher atomic number The two components are called (Siegbahn) /3i and /Sa, j9i being of shorter 
wave length For Ag 47, for example, the wave lengths are X/Si = 496 01 X U , X/Ss =» 496 65 X U 
In the table, the wavelength of fii is given for elements for which the line is resolved. The y line 
IS also a close doublet ^ 

contains as many L electrons as can get into it. Hence for such atoms 
the Ka lines cannot actually be observed as absorption lines The 
same happens to be true, for analogous reasons, of all of the X-ray 
emission lines that are commonly observed. A photon can be absorbed, 
however, if it has enough energy to remove an iimer electron from the 
atom entirely. Let Wk denote the energy required to remove a K 
electron and to leave it at rest outside the atom. Then a photon of 
frequency v can eject a K electron provided v vk where 


hvK = Wk^ 


The explanation of Barkla^s absorption curves is now clear. As v 
is progressively increai^ed, at the frequency v ^ vk the absorption 
suddenly increases, since absorption in the K shell then begins; and 
thereafter this absorption continues for aU larger values of v. The 
curve representing the absorption coeflSicient plotted against frequency 

^ Lac. Cl/t , I , ; ' 

® 8e© HunstON and VoOT, iVasf. Sci., Proc., voL 19, tp. 447 (Apdl, 
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or wave length will, therefore, show a sudden nse toward the side of 
shorter wave length at i' — vk* This is what Barkla observed, as is 
illustrated in Fig 145, where the abscissa can also be regarded as 
representing wave lengths plotted on a certain scale, with shorter wave 
lengths toward the left The critical wave length \k, or frequency vk, 
at which absoiption in the K shell begins is called the K a^hsorpUon 
limit Values of Xir and of vk/R are hsted in the last columns of 
Tables III (a), (6) Since, in the theoretical picture, the energy Wk 
required to remove a K electron is somewhat greater than the energy 
change when the ionized atom undergoes a transition between its K 
state and another of its discrete quantum states, it is to be expected 
that hvK will be greater than the correspondmg quantity for any of the 
K lines. Hence vk should exceed v for any of these lines, but all of 
these frequencies should be of the same order of magnitude. These 
conclusions are in agreement ivith the observations of Barkla. 

The intimate connection between the emission lines of the K series 
and the K absorption limit is further shown by the critical voltage 
which must be applied to the X-ray tube m order to generate these 
lines The critical voltage 7^ is found to be determined by the 
relation 


eV K — hvK, 

where vk is the frequency of the K absorption limit for the matenal of 
which the target is composed, h is Planck's constant, and e is the 
(numerical) electronic charge Furthermore, all of the hues of the 
K semes are excited at the same critical voltage V k, and, as the voltage 
is increased above 7 x, these lines all increase in intensity at exactly 
the same rate. In the case of tungsten, for example, for which 
= 178 22 X.U , we find from the last equation, or from Eq (1476) 
in Sec 99, that 7 k = 69,300 volts When voltages higher than this 
are applied to a tungsten-target X-ray tube, all of the X-series lines 
of tungsten appear. The explanation of these facts, in terms of the 
picture described above, is obvious 

Similar facts and mterpretations hold for each of the other series 
of characteristic X-ray lines, the L, M, N, • • • series. A significant 
difference, however, is that here more than one absorption limit 
exists in each case Thus, three L absorption limits are found, denoted, 
in order of decreasing frequency, by Li, in, and Lm- There are five M 
limits, seven N limits, etc. The theoretical reason for the existence 
of these multiple limits will be discussed in Sec. 180. The N and 0 
limits have very long wave lengths, however, and can be observed 
only for the heaviest atoms. The v/R yalues of some L and M fimits 
are listed in Tables III(e),(d) 
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(c) Fluorescent Spectra. — Finally, the fluorescent radiation that 
Barkla observed to be emitted when X-rays fall upon material bodies 
is likewise easily explained in terms of the theoretical picture. A K 
electron may be ejected from the atom as the result of an absorption 
process, as well as by cathode-ray bombardment. Such an act of 
absorption leaves a vacancy in the atom which may be filled sub- 
sequently by an electron dropping into it from the L shell, or from the 
M shell, and so on. Thus, as with cathode-ray excitation, char- 
acteristic radiation belonging to the entire K series of lines appears 
in fluorescence whenever any member of the series appears. The 
frequency of this fluorescent radiation should be lower than the 
frequency of the original incident radiation, in agreement with observa- 
tion. Fluorescence is a comparatively unusual phenomenon in the 
visible region, but in the case of X-rays it is very common. 

179. X-ray Energy Levels- — ^As in the spectroscopy of longer wave 
lengths. X-ray spectra are conveniently interpreted in terms of a 
set of energy levels, corresponding to the various quantum states of 
the atom. In the emission of a Ka line, for example, an (ionized) atom 
undergoes a transition or ‘‘jumps’’ from a K energy level to an L level, 
the difference in energy between these levels being emitted as a Ka 
photon. Although we often speak of an electron as making the jump, 
it is to be emphasized that the energy of each state or level involved 
in the transition really belongs to the atom as a whole. It would not 
be correct to think of this energy as belonging to a single electron, 
and it would be an unnecessary complication to endeavor to introduce 
a set of electronic energy levels. 

When a K electron is removed from a neutral atom, the atom is 
both ionized and raised into an atomic K level of much higher energy. 
The difference in energy between the K level of the ion and the normal 
level of the neutral atom is equal to the work required to remove a K 
electron and leave it at rest at an infinite distance from the atom; 
thus it equals what we have called Wk or hvK, where vk is the frequency 
of the it absorption limit. Similarly, there will be three slightly 
different L levels having energies greater than that of the normal 
level by amounts equal to the work of removing an L electron. Below 
the L levels, again, is a group of five M levels, associated with the 
removal of an M electron; and so on. Finally, just above the normal 
state of the neutral atom lies an extensive set of optical levels con- 
nected with the emission of the lines in the arc spectrum; and above 
this set of levels Hes another set belonging, like the X-ray levels, to 
the ionized atom and assc^ciated with the spark spectrum in the visible 
and ultraviolet regions. Ordinary X-ray spectra constitute, in a sense, 
an extension of the spark spectrum to higher levels of energy, resulting 
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froni an electronic vacancy in the interior of the ionized atom i athei 
than from the excitation of one of its outer electrons 

The typical distribution of X-ray atomic levels is illustrated 
diagrammatically in Fig 155 Lines indicating transitions between 
X-ray levels on such diagrams are often drawn vith an arrowhead 
at each end, to indicate that, in a sense, an electron moves upward 
on the diagram as the atom moves downward. Thus, in the emission 
of a Ka line, the atom drops from its K level to one of its L levels, an 
electron simultaneously changing from an L shell to 
a K shell; for an La line, an electron changes from 
ilf to L; and so on The hne results from the 
transition of the atom from the K. to an M level; 
the loss of energy being larger, the X/3 line is of 
higher frequency than the Ka line. The Ky line 
results from a transition, K to N. The transition 
from K to the normal state, representing capture 
of a free electron of negligible initial kinetic energy 
into the vacancy in the K shell, would cause the 
emission of a frequency vk equal to that of the K 
absorption limit; this would represent the series 
limit for the K lines. 

In a similar way, the lines of the L series are 
emitted by atoms in which a vacancy in the L shell 
has been caused by the impact of a cathode-ray 
electron or by the absorption of a photon. The 
atom then drops from its L energy level to the M level, or to some 
lower level, emitting a photon of radiation belonging to one of the L 
lines Lines belonging to itf, iV, • • • series may similarly occur. 

The energy-level diagram suggests at once a simple quantitative 
relation that should exist between hne frequencies and absorphon 
limits It is obvious that the loss of energy by the atom when a Ka 
line is emitted, i e , the hv value of this line, is equal to the difference 
in the energies, or in the hv values, of the K and L absorption limits 
The same equality will exist for the frequencies, or for the values of 
v/R. This is a conclusion that can easily be checked from the data. 
In columns 2 and 3 of Table IV are shown the wave lengths and the 
values of v/R for, respectively, the K, Li, Ln, and Lai absorption 
limits of molybdenum Isee Tables III(fe),(c)]. In column 4 are shown 
the differences in v/R values between the K limit and each of the three 
L limits. The second part of the table shows the directly observed 
values of X and of v/R for the iTai and Ihe JlCajj 4®^es of molybdenum 
It is seen that the observed value of v/ti far lim is almost ^acUy 


K 


M- 


Fig 155— 
Typical arrange- 
ment of the higher 
X-ray energy levels 
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equal to the difference between the value of v/R of the K limit and that 
of the Lin limit Similarly, the v/R value of the Ka^ line is equal to the 

Table IV — Relation of the Frequencies of the Lai, 2 Lines of Molybdenum 

TO THE FIiEQUENCIES OF THE K AND THE L ABSORPTION LiMITS 


Absorption limits 

{v/R)k — iv/R)L 

Observed emission Imes 

Limit 

X, X unitsj 

v/R 

Line 

X,X units 

v/R 

K 

618 48 

1,473.4 





Li 

4,289 7 

212.4 

(1,261 0) 


Missing 


Lii 

4,712 0 

193 4 

1,280 0 

KcC2 

712 10 

1,279 7 

Lm 

4,904 2 

185 8 

1,287.6 

Kcc, 

707 83 

1,287 4 


difference between the value of v/R of the K limit and that of the Ln 
limit Putting this relation in symbols, we can write 



or 

VKai = J'A — ^Xiix, VKoti = Vk “ Vlu- 

This example illustrates a law of great importance: The frequencies 
of X-ray lines are given by the dtfferences between the frequencies of 
absorption limits. By means of this law it is possible to infer, from 
data on the lines, the relative positions of certain absorption limits 
which cannot be directly measured. 

When absorption limits can be observed, on the other hand, they 
enable us, as we have seen, to locate the vanous energy levels relative 
to the normal stat#of the atom. Thus, from data on X-ray lines and 
absorption limits, the whole scheme of X-ray atomic levels can be 
built up, and this scheme then serves to represent a wide range of facts 
in a compact and clear form. 

180. The Quantum Theory of X-ray Terms and Lines. — The sim- 
ple picture of the atomic mechanism for the production of characteristic 
X-rays that was descnbed above affords no explanation of the occur- 
rence of several different M, • ' levels lying close together. This 
feature was not correctly understood until wave mechanics was 
developed. The basis for its explanation is furnished by the theory 
of atomic structure described in Secs 1 18 to 120 and 133. As was there 
stated, however, the scope of this book is such that only a brief 
description of the theoretical remilts can be giVeh here. ^ 
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As explained in Sec. 118 or 120, to a first approximation the elec- 
trons in an atom can be supposed to be distributed, in accordance with 
the Pauli exclusion principle, among a number of possible 1-electron 
quantum states, each corresponding in wave mechani<js to a different 
possible form of the electronic wave function. Each of these states 
can be chosen so as to be characterized by four quantum numbers 
(Sec 133), nljm Such states are appropriate when, as in the interior 
of atoms, the electronic spin-orbit interactions are relatively strong 
The first quantum number, n, is always a positive integer; the values 
n = 1, 2, • • • correspond to the various shells, which we have also 
denoted by X, L, ikf, • - • . The number Z is 0 or a positive integer less 
than n; it serves to designate a subshell. The number j can take on, 
for given Z > 0, either of two values, j = I + or I — }' 2 j and m may 
have any one of the 2j + 1 integrally spaced values from m — j down 
to m = —j, Ifl — 0,J ^ M For convenience, there is shown below 
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the constitution of the first four shells when completely filled, the 
X-ray designation of each shell bemg given opposite Shell,'" and the 
total number of electrons that have the same set of values of n, Z, j 
being given opposite Electrons " 

Let us fix our attention now on a single subshell of a normal, 
neutral atom. This subshell is specified by a particular choice of n 
and I (e.g , n == 3, Z = 1, the subshell containing 6 electrons). We 
wish to consider the effect of removing 1 electron. 

When the subshell is full of electrons, there is only one possible 
choice that can be made of 1-electron quantum states to contain the 
electrons; it is necessary to use all of the electronic quantum states 
that are available for the given values of n and Z. Under such circum- 
stances the total angular momentum of all of the electrons in the sub- 
shell is easily shown to be zero ; this is true likewise of the total orbital 
momentum of the electrons and of their spin momenta, and also for the 
sum of the angular momenta of both kinds. 

If, now, 1 electron is removed from the subshell, there is a variety 
of states in which the incomplete subshell can be left, corresponding 
to the different combinations of the electronic quantum states that 
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can be chosen for the remaining electrons There are, in fact, just 
as many different possible states for the incomplete subshell as there 
are different electronic states represented in the complete subshell, 
each state of the incomplete subshell corresponding to the omission 
of one of these electronic states. The resultant angular momenta, 
orbital and spin, of the electrons remaining in the incomplete subshell 
can then be added into a resultant, which we may indicate, according 
to spectroscopic terminology, as m Sec. 130, by the quantum number J. 
In addition, wave-mechamcal theory indicates that the orbital angular 
momenta can be added separately into a resultant, with a quantum 
number L, and their spin momenta into a separate resultant charac- 
terized by a quantum number S. Corresponding to what was just 
said about the number of possible states for the subshell, however, the 
sets of values of J, L, and S that can occur for the remaining electrons 
m the subshell are exactly the same as they are for a single electron 
existing all by itself in the subshell For this reason, it is customary 
to use, instead of the capital letters J, L, and S, the small letters j, Z, 
and Sj which would be appropriate if only 1 electron were present. 
We can, in fact, think of the ‘^hole’^ that is left by removing an electron 
as functioning like an electron, a conception that has far-reaching 
applications The hole is sometimes thought of as formed by the 
removal of an electron which already possessed the particular values 
of I and j in question This idea must not be taken too literally, 
however; it does not imply, for instance, that d coupling necessarily 
holds in the inner subshells of atoms 

The removal of an electron thus leaves the subshell in a state 
characterized by certain values ol n I j m. Theory indicates, how- 
ever, that the energy should not vary with m, so that for many 
purposes we may ignore this latter quantum number and retain only 
n I j. Furthermore, the energy, although varying greatly with the 
value of n, should vary only slightly with I and j. Thus, for an atom 
with a vacancy in a given shell (given n), there will exist a close group 
of energy levels whose number wiU be equal to the number of the 
possible sets of values of I and j. For n = 1 {K shell), the only values 
possible are I — Q, 0 — and there is only one level. For n = 2 
(1/ shell), there is one level for Z = 0, j = 3^, and also one each for 
/ = j 3^ and Z = 1, i = or three in aU. For n == 3 (ilf shell), 
there are five possible levels, with Z = 0, ^ — = l;j = 3^or^; 

i = 2, j or % ; and so on The number of the absorption limits 
as actually observed is thus explained. 

Of couree, the total number of levels that can occur for an aqtual 
atom is limited also by the number of electrons it contains. Among all 
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chemical types of atoms that occur naturally, the uranium atom will 
exhibit the maximum number of levels The energy-level diagram 
for ionized uranium, with energy plotted as y/R on si> logarithmic scale, 



is shown in Fig 156. As one proceeds toward elements of lower atomic 
number, the electron shells of higher quantum number n progressively 
disappear (see Appendix III) and therewith, also, the corresponding 
ener^ levels, as well as the X-ray lines owginating from these levels. 
In copper, for example, there are no 0 levete and bnly one N leveL 



Stc ISO] QUANTUM THEORY OF X-RAY TERMS AND LINES 493 


One should not expect to find, therefore, in the X-ray spectium of 
copper such lines (see Fig 156 for their origin) as Lfit, Lfir, Lye, etc 

In addition to accounting for the general features of the energy- 
level diagram, wave mechanics makes definite predictions concermng 
the relative probabilities of transitions between the various levels For 
a transition accompamed by what is called radiation of the dipole type, 
we have the same selection rules as for 1 electron (Sec 133) 

AZ = + 1, Aj = 0 or ± 1 

Experimentally, it is observed that between many pairs of levels 
transitions do not occur. For example, in Table IV, the emission line 
corresponding to the transition K-^Li is listed as “missing” In 
Fig 156, also, many apparently possible transitions are not shown by 
arrows because the corresponding Imes are not observed For a long 
time, no reason was known for such apparent vagaries Let us see 
whether or not we can account for them by means of the wave- 
mechanical selection rules. 

We must first discover how values of I and j are to be assigned to 
such levels as Li, Ln, Lm This can be done by comparing the observed 
array of lines with those allowed by the selection rules and endeavoring 
to assign values of Z and j in such a way as to bring the theoretical 
predictions into harmony vith the facts. 

Referring to the uranium diagram m Fig 156, which is typical of 
that for aU atoms except for the absence of certain outer levels as 
explained above, we note that transitions occur between the K level, 
with I = 0, and the La and Lax levels, giving rise to the Xai and Ka^ 
lines Hence, it must be that Z = 1 for La and laa, in order to make 
AZ = 1. For Li, there remains then only Z = 0, as indicated at the 
left side of the figure. The Kp and Ky “lines,” also, are actually 
doublets hke Ka, which can be resolved in heavy atoms; they fix 
Z = 1, likewise, for Mu, Mm, Nn, Nm- The remaining M levels. 
Ml, Mrr, and ikfv, must then consist, in some order, of (0, }4), (2, ^) 
and (2, %) (t.e , of levels with Z == 0 and j = etc.) These latter 
three levels could all combine with La, Lm, i e., with (1, J^) and 
(1, %), without violating the rule that AZ = ±1. The rule that 
Aj = 0 or 4; 1, however, limits (2, %) to combining with (1, %) only. 
It is found experimentally that Mv combines only with Lm, giving 
rise to the brightest of the L lines, called Lai, whereas Mi and Mn 
combine With both La and Lm (lines Lrj, LI, LPi, La%, the first two 
very weak). Henoe^ it must be that My — (2, ^), and hlso that 
La => (1, 80 that, bettroen Lp, and Mr, Af = 2 and the ti;lih«tion 
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is forbidden. Thus we have identified Li and Ln; Lm is then also 
identified, by a process of elimination, as (1, %). 

If enough lines of the M group were known, we could continue in 
this manner and identify all of the M levels. In default of such 
knowledge, may fall back on the conclusion drawn from wave- 
mechanical perturbation theory that the levels should lie in the same 
order in all shells, and with levels of larger j at lower energies. This 
principle agrees with all that can be learned from the observed hues; 
and it sufiBces to complete the arrangement of the levels, as shown in 
Fig. 156. Wave mechanics is presumably capable of predicting the 
spacing of all levels in full detail, but it has not yet been possible to 
carry out the necessary mathematical calculations. 

The values of n, Z, and j thus associated with the various X-ray 
levels are shown at the left in Fig. 156. It may be remarked that, 
instead of labels in terms of n, Z, andj, the corresponding spectroscopic 
notation for atomic levels is also sometimes employed, the correspond- 
ence between this notation and the older X-ray symbols being as 
follows (Sec. 131; all the terms here are doublet terms): 


K ^ 

U 

Lijjii 


Mvlmi 


ISyi 

2Sy, 

2P}i H 



3Z)^ 

Nx 

45^4 

iVnjn 

4Phh 

Xjy,v 

Nyiyn 




Certain predictions as to the relative intensity of X-ray lines may 
also be derived from the theory. Lmes in which I and j change in the 
same sense should be stronger than those in which Z and j change in 
opposite directions; and the lines for the largest values of I and j should 
be, as a rule, the strongest. These conclusions from the approximate 
theory agree, in a general way, with the data The order of the sub- 
scripts commonly used m designating lines, a, jS, y, 5, • • • , indicates, 
in general, decreasing intensity; lmes such as rj and Z are very weak 
In the case of lines that start from a common initial level, furthermore, 
the theory leads to quantitative predictions concerning the relative 
intensities. When the initial level is the same for two lines, uncer- 
tainties in regard to the relative probabilities of excitation do not arise. 
Thus, theoretically, Kai should be twice as strong as Ka%] and experi- 
mentally this is at least very nearly true. 

Experimental work on the relative intendties of X-ray lines is, 
however, usually very diflacult, because of the numerous troublesome 
corrections that have to be made to the observed intensities.^ 


1 Pabbatt, Phys. Beu,, vol. 64, p 99 (1938) ; see also Sete 182. 
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It should be remarked m conclusion that the dipole selection rules, 
employed above, do not hold in all cases, in agreement again with 
theoretical predictions Many weak hnes “forbidden” by these rules 
have been observed; especially in the spectra of the heavier elements, 
lines have been reported^ corresponding to transitions Lm — > Na and 
Lin ^ N-m, for each of which = 0. Such lines are called “quad- 
rupole” hues They are subject to a different set of selection rules 
{e.g., AZ = 0 or ±2). 

181. The Continuous X-ray Spectrum. — The characteristic line 
spectrum emitted by an X-ray target as observed is superposed upon 
a continuous spectrum This appears clearly, for example, in Fig 151 



157 — Ulrey’s cxirves for the distribution of energy m the continuous X-ray spec- 
trum of tungsten at various voltages. 

The positiohs, ^ e.j wave lengths, of the lines are determined solely 
by the material of the target; their intensity is determined, for a given 
target material and tube current, by the voltage applied to the tube. 
On the other hand, the wavelength characteristics of the continuous 
spectrum are quite independent of the material of the target but are 
determined by the voltage applied to the tube. The intensity of the 
continuous spectrum, for a given tube current, is dependent both on 
the target material and on the applied voltage, as well as on the thick- 
^ iDjsa, Tdhoku Urm,^ Bd. Ss TechmL ReporU, voL 19, p. 559 (19‘30); KAWMAif, 
Phys, vol 40, p 116 (19B2) 
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ness of the target In this section, we shall give a brief survey of some 
of the more important facts concerning the continuous spectrum. 

A senes of four spectral-energy distribution curves, recorded with 
an ionization spectrometer for the radiation from a tungsten target, and 
for applied voltages of 20,000, 30,000, 40,000, and 50,000 volts, respec- 
tively, IS shown in Fig. 157 ^ The spectral region of this figure lies 
between the K and L senes lines of tungsten. Startmg at the long- 
wave-length side, the curves nse to a maximum and then drop rapidly 
toAvard zero; the position of the maximum depends on the applied 



Fig. 158 — The relation between the limiting frequency and the applied voltage 

voltage The curves are seen to meet the axis at finite angles, as is 
shown at the intersections a, 6, c, and d, respectively. These inter- 
sections can be very accurately measured by making readings nearer 
the axis^ than the readings shown in Fig. 157. It is seen that the 
intersections come at shorter wave lengths, the higher the voltage. 

A very simple relation exists between these limiting frequencies 
and the applied voltage. This relation is shown graphically in Fig. 
158, in which hnuting frequencies are plotted as ordinates against 
applied voltages as abscissas. The graph is a straight line passing 
through the origin; the limiting frequency is stnctly proportional 
to the apphed voltage, the empirical equation pf the curve being 

= 2.43 X lO^^F, (285) 

1 These curves at© frem. the ih^asorements of Ulrey, Phys Rm,f vol 11, p. 401 
(1918) They are sifeject. to oeriw porreclaons to h© mentioned later^ 

2 Sec Duane and HViTTy VoL 6 , p. 166 (1915) 
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where vo is the maximum frequency which an applied voltage V (in 
volts) can generate 

The existence of this sharp “cutoff,” at a limiting minimum wave 
length, IS hard to explain on the basis of classical theory The con- 
tmuous spectrum is beheved to be emitted as a consequence of the 
deflection of the cathode electrons by the strong fields surrounding 
the nuclei of the atoms of the target, in contrast to the hne spectrum, 
which IS emitted by electrons of the target itself in atoms which have 
been lomzed. According to classical theory, the acceleration of an 
electron as it undergoes deflection m the field of a nucleus will cause 
the emission of a pulse of radiation. The energy-distribution curve 
for such a pulse can be found by making a Fourier analysis of the pulse 
into monochromatic wave trains Now a form of pulse can be invented 
which produces a sharp cutoff of the distribution curve but no good 
reason can be assigned to explain why just this form of pulse should 
always be emitted in consequence of the deflection or stoppage of a 
cathode particle. Quantum theory, on the other hand, easily explains 
the existence of the sharp cutoff 

Accordmg to quantum theory, our conception of the process by 
which the negative acceleration of cathode electrons produces radiation 
reqmres the same sort of modification that has been found to be neces- 
sary in the case of a spectral line emitted by an atomic electron 
Accordmg to classical theory, a spectral line represents radiation that 
is emitted continuously by a vibratmg electron; its frequency is equal 
to the frequency of vibration of the electron, whose energy decreases 
continuously Accordmg to quantum theory, on the other hand, the 
radiation composing a spectral hne is emitted in the form of quanta 
or photons, each containmg energy hv, and the frequency v of the 
radiation is determined by the Einstein equation 

hv = Air 

where AW is the total loss of energy by the electron. Similarly, a 
cathode electron passmg through the strong electnc field near the 
nucleus of an atom in an X-ray tube is not to be thought of as under- 
going continuous acceleration, accompanied by the continuous emis- 
sion of radiation, as is required by classical theory. The process is 
essentially one of alternative probabilities. The electron may actually 
pass through the field undeviated in direction; it is much more likely, 
however, to issue from the atom in a different direction from its direc- 
tion of approach. It suffer no change in its energy, being; merely 
deflated, or “sdttttered”; and in this case no radiation is woitte^i 
' Kbnj4ab0, PhffS Z'dU , v<d 24 , p. 372 ( 1923 ). • 
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Or, it may suffer a decrease AW in energy ; in this latter case the energy 
lost is emitted as a photon of frequency v given by Einstein's equation, 
hv = AW The amount of energy lost cannot exceed the total kinetic 
energy with which the electron enters the target, but it may have any 
value smaller than this. 

It follows that the maximum frequency vo of the X-rays will be the 
frequency of a photon emitted when the electron is brought entirely 
to rest as the result of a single elementary process For the energy 
with which the electron approaches the atom, we can write eV, e being 
the (numerical) electronic charge and V the potential difference 
through which it falls in passing from the cathode of the tube to the 
target. The maximum frequency po present in the X-rays will thus 
be determined by the equation 

hvQ == eF. (286) 

In addition to this maximum frequency Po, we should then expect 
also a whole spectrum of lower frequencies, emitted by electrons which 
lose only a part of their energy in a single encounter with a nucleus, 
in the form of a smaller quantum hv. A further reason for the emission 

of frequencies lower than Po lies in the fact 
that, in the vast majonty of cases, an elec- 
tron will experience many collisions with 
atoms of the target before being brought to 
rest, and at each of these collisions some of 
the initial energy eF is dissipated Thus, a 
great deal of radiation is emitted by elec- 
trons which impinge upon atoms with inci- 
dent energy less than eV. If the target is 
sufficiently thin, however — say of very thin 
gold foil — only a few of the electrons of the 
incident cathode stream will collide with 
atoms in it, most of them passing through the target undeviated. 
Thus slowly moving electrons will not be present in a thin target to 
the same degree as in a thick one. Accordingly, we should expect that 
a greater proportion of the energy in the continuous spectrum from thin 
targets should lie near the po limit than from thick targets. This is in 
agreement with experiment. 

In the continuous spectrum from a very thin target, as a matter of 
fact, experiment indicates, m agremnent with the wave-mechanical 
computation of Sommerfeld, that the maximum of the energy-distnbu- 
tion curve occurs at the limiting wojve length v^ iudf. On the short- 
wave side of Xo, the curve drops abruptly to the axis of abscissas, 



Fig 159 — Approximate 
distribution of energy in the 
continuous X-ray spectrum 
from a very thin target, near 
the short-wave-length hmit 
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whereas toward longer waves it falls nearly in proportion to 1/X^ 
as illustrated in Fig. 159 The curves for a thick target, as in Fig. 
157, can be regarded as arising from the superposition of many ele- 
mentary curves, such as that m Fig 159, with various values of Xo ^ 
In such a target it might be expected that there would be a most 
probable type of collision which would correspond to the peak or 
maximum of the energy-distribution curve. 

With the shape of the energy-distribution curve we are not, for the 
moment, concerned Rather, let us return to the empincal equation 
(285) and to the curve (Fig 158) which showed, in complete agreement 
with Eq (286), that V vo Writing Eq (286) in the form 


^0 7 ' 7 <\r\r\^ 


A 300 


where V is in electrostatic units and F' is in volts, we see that the 
numerical constant in Eq (285) should be equal to the multiplier of 
V' in this last equation That is, we should have 


3& = 2^3X10-, 

from which, if we use the old value, e = 4.77 X 10“^® e s u , we find 

A = 6 55 X 10-2^ 

or, if we use the modern value, e = 4 80 X 10“^° e.s.u , we find 

A = 6 58 X 10“27. 

At the present time the value of h as derived from precise measure- 
ments of the limiting X-ray frequency and a modern value of e of 
about 4.803 X 10"^°, is^ in good agreement with values obtained in 
other ways. In this book the value A = 6 61 X is retained, but 
perhaps 6.62 is better.® 

182. Intensity of the Continuous Spectrum. — Determinations of 
the total intensity, and of the distribution of intensity in the con- 
tinuous X-ray spectrum are by no means so satisfactory as the measure- 
ments of minimum wave lengths. This is due to the fact that numerous 
troublesome corrections have to be made to the observed energy- 
distribution curves, such as those shown in Fig 157, before the true 

^ Cf OoMPTOjsr a^d AtLisoN, op, <nt , p 90. 

® Cf, Dunmngttn, Rev, Modem Phys,, vol, 11, p. 65 (1939), and for the beat 
^pewnental work, DuMond and Bollman, Phys, Bev,^ voL 61, p^ 400 (1937) 

® Of Bibgb, R&o, Modem Phys j vol. 13, p. 233 (1941). 
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curve can be obtained ^ Among these necessary collections may be 
mentioned the following: 

1 The variation mth wave length of the absorption of the radiation in 
its path from the atom of the target in which the radiation originates 
to the ionization chamber where the intensity of the radiation is meas- 
ured This path includes the material of the target itself, since the 
X-rays originate at finite (though very small) depths below its surface, 
the walls of the X-ray tube, the window of the ionization chamber, 
and the air between the tube and the chamber 

2 The reflecting power of the crystal grating^ w^hich varies with wave 
length 

3. Incomplete absorption in the ionization chamber Eithei an 
ionization chamber of sufficient length to absorb the entire X-ray beam 
must be used, or else corrections must be made for variation with wave 
length of the absorption within the chamber, since the observed ioniza- 
tion current is proportional to the energy absorbed in the chamber 

4 “Second-order reflection ” According to Eq (282) which may 
take the form 

. 2d sin 0 

A = ; 

n 

when the crystal in the spectrometer [Fig 150(a)] is set at a given 
angle 6, a series of wave lengths X will be reflected for different values 
1, 2, 3, • ' of n, provided those several wave lengths are present 
in the incident radiation Suppose, for example, that when the 
voltage applied to the X-ray tube is 50 kilovolts, the crystal is set at 
such an angle 0o6 as to give a first-order reflection (ze, n = 1) of 
X = 0 6 angstrom According to Fig. 157, the minimum wave length 
present in the X-ray spectrum generated by 50 kilovolts is 0 250 A 
Under these conditions, there will be reflected into the ionization 
chamber the second-order wave length X = 0.3 A, in addition to the 
first-order wave length X = 0 6 A. The observed intensity when 
the spectrometer is set at X = 0 6 A is, therefore, the sum of the 
intensities due to both wave lengths. For an applied voltage of 30 
kilovolts, however, only first-order reflection is present at e, and no 
correction is necessary 

5, Secondary production of X-rays, If one is interested primarily 
in the radiations produced by impacts of the incident cathode rays 
alone, corrections must be made for the radiations arising from impacts 
of the various types of secondary electrons produced in the target 
itself, e g., electrons ejected from the atoms of the l^arget by the impact 

1 These corrections, however, in. no wise the det^rpaination of minimum 
wave lengths 
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of cathode rays, or by photoelectric ejection, or by ejection as Compton 
electrons in connection with the scattering of the X-rays in the target 
[Sec 186(a)I. 

6. Charactenstic hues. There generally exist several characteristic 
X-ray lines superimposed on the contmuous spectrum; the intensities 
of such lines must be subtracted from the intensity of the beam as 
observed 

Without discussing the methods of making these several conec- 
tions,^ the final results may be summarized as follows* 

a The total radiation, ^,e , the area under the (corrected) energy- 
distribution curves, is, for a given target material and tube cui- 
rent, very nearly proportional to the square of the applied 
voltage 

h At a given voltage and tube current, the total radiation varies 
roughly as the first power of the atomic number of the target. 
c The wave length at which a given energy-distnbution curve 
for a thick target attains its maximum is loughly 1.5 times the 
wave length at which the same curve meets the wave-length 
axis , 

d Kulenkampff^ gives the following empirical formula for the 
intensity of the X-ray energy at frequency v from a target 
of atomic number Z when bombarded by electrons which have 
fallen through a potential V 

I, = CZ{po - id + BZ^, 

where vo is the maximum frequency determined by the quantum 
relation eV = hvo, and C and B are constants independent of 
voltage and target material. The formula holds only for 
v> vo;8d,v ^ the intensity is assumed to sink discontinuously 
to zero. 

The efficiency of an X-ray tube (with thick target) is very low It 
we define the efficiency as the fraction of the energy carried by the 
cathode electrons which is converted into X-ray energy, it varies from 
about 0.01 to 0.1 percent. 

mTERACTIONS OF X-RAYS WITH ATOMS 
183. The Absorption of X-rays. — In contrast with the apparently 
chaotic state of affairs in regard to the absorption of light in the visible 
or neai^-visible porlAons of the spectrum, we find comparative sim- 
plicity in the empirical laws for the absorption of X-ra 3 rs. Measure^ 

' 1 See voL 22, p. (1^23), * ; , ^ i 1 

? Ami A Tol. m, pi (imx 
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ments of the absorption coeflScient for a monochromatic beam of 
parallel rays are readily made by use of the ionization spectrometer 
[Fig. 150(a)]. For a given crystal angle 6 and, therefore, wave length 
X, the ionization current is measured both with and without a sheet of 
absorbing material of known density p and thickness x placed in the path 
of the beam, say between the two slits Si and ^ 2 . These measurements 



give, respectively, I and Jo in the equation [c/. Eq. (280) in Sec 173] 

j = = Joe'^^ (287) 

from which the linear absorption coefficient p or the mass absorption 
coefficient p/p may be computed. In this way, being careful to use such 
a tube voltage as to eliminate second-order reflections, one may obtain 
values of p/p for vanous wave lengths and various substances. The 
mass absorption coeflicient p/p is much more commonly used than the 
linear coefficient. 

(a) Properties of p/p — Figure 160 shows roughly the mass absorp- 
tion coefficient of lead in the wave-length range 0.1 < X < 1 2 A. 
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Beginning at point o, /x/p rises rapidly with increasing wave length 
until point a, corresponding to X = 0.1405 A and p/p = 8 (about) 
is reached, at which the value of p/p suddenly drops to point a\ 
This IS the K absorption hmit (Secs. 173 and 178) Up to tWs point, 
absorption accompanied by ejection of K electrons has constituted 
the major part of the absorption. At longer wave lengths, this K 
absorption does not occur at all, hence the drop in p/p. 

With further increase in wave length, however, the absorption 
again increases rapidly, being mostly due now to ionization of atoms 
in the L shell, until at point b, corresponding to X = 0 780 A, the Li 
absorption limit is reached, at which there occurs another drop in 
the absorption to point 6'. From b' to c, absorption still occurs owing 



Fio. 161 — The Moseley diagram for the K and L absorption bmits 


to processes which leave the ionized atoms in Lax or Lm states; t,e., 
the atoms are raised to their Lii or Lan energy levels IStone, however, 
is raised to the Lfi level. Similar drops or breaks’^ occur at cc' 
(X = 0.813 A) and at dd' (X = 0.950 A), the Ln and Lin limits, respec- 
tively; from c' to d, absorption into the Lux state is still occurring, 
but beyond d' absorption with ionization in the L shell ceases alto- 
gether. Beyond point d\ however, the absorption again increases 
rapidly. If we could follow, by direct measurement, the absorption 
beyond point e, we should find that, in the region 3.2 < X < 5.0 A, 
a group of five '^breaks'' occurs, representing the five M absorption 
limits; beginning at about 14 A, there would come the group of seven 
N liipits; etc. 

Curves similar to Fig4 160 are obtained for the absorptiicm of X-rays 
in other substances, the respective discontinuities or l^ts occurring 




504 


X-BAYS 


[Chap X 


at longer wave lengths, the lower the atomic number of the absorber 
In fact, a curve plotted between the square root of the frequency of a 
given limit and the atomic number is nearly a straight line, similar to 
Moseley curve (Fig» 152) for line spectra Such a curve for the K 
limit, from Mg (Z = 12) to Th ( Z == 90) is shown Fig 161, in 
which, as ordinates, are plotted \/ y/R, where R is the Rydberg con- 
stant for an atom of infinite weight. The graph is seen to be nearly, 
but not quite, a straight line. For comparison, there are also shown 
the corresponding graphs for the Li, Ln, and Lm limits from Ag 
(Z - 47) to Th (Z = 90) 


Fig 



162 . — Mass absorption coefficients of lead as a function of wave length, showing the 
K discontinuity and the linear relation between m/p and X* 


Not only is there regularity in the wave lengths of the absorp- 
tion limits from one element to another, but there is also a remarkable 
regularity m the magmtude of the mass absorption coefficient, from 
wave length to wave length in a given element, and from one element 
to another. Figure 162 shows, on a much larger scgle, the mass absorp- 
tion coefficients of lead in^ the region o to o' of Fig. 160, plotted as a 
function of the cube of the wave length. The two parts of the graph 
on each side of the K absorption limit oa' are seen to be straight 
with very nearly equal intercepts of about fjifp 1, We may, 

I * ' 

, ^ Data from ^ \ ‘ \ \ , 

* RroHTMYEH, yol., 27; I : 
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accordingly, write the empirical equation for the vaiiation of m/p with 
X in the regions oa and a' o', respectively, as 

^ = A-X3 + 5, ^ = A'X* + 5, (288a,6) 

P P 

where k and A ' are the slopes of the respective lines and 6 is a constant 
Thus, to a first approximation, ^ the mass absorption coeflScient for a 
given absorber is a linear function of the cube of the wave length, due 
regard being given to the spectral legion in which the equations apply 
A quantity of more fundamental significance than /£ or /i/p is the 
atormc absorption coefficient jia This quantity represents the absorp 
tion due to a single atom and is obtained by dividing the mass absorp- 
tion coefficient /x/p by the number of atoms per gram, Ao/A, where 
No IS Avogadro^s number and A is the atomic weight 

- p-Zp 

No/A 

Equations (288a, 6) may then be wTitten 

Pa = ka\^ + 6a, Pa = + 6a (289a, 6) 

(More commonly the symbol era is written for for the reason stated 
below.) In teims of pa a second type of regularity has been found to 
exist in the absorption coefficient. The constants ka and K vaiy 
approximately as the fourth power of the atomic number ^ Accord- 
ingly, Eq. (289a, 6) may be written in the following form, \k and \l 
denoting, respectively, the K and L absorption limits 

X < p, = CaZ^\^ + ba (290) 

Xi. < X < X.- Pa ^ + 6;. (291) 

Here, when X is m centimeters, Ca = 2 25 X 10^^, (7a = 0 33 X 10“^. 

It seems surprising that such simple relations should hold, even 

approximately, for the absorption coefficients The theoretical 

treatment of this topic is not in a very satisfactory state * 

(6) Physical Interpretation of the Absorption Formvlas, — As we 
have seen, the so-called ^‘absorption'' of X-rays is due partly to the 
photoelectric effect, to be described in the next section, and partly to 

^ There are slight systematic departures from X® Jaw See Ooi^FTON and 
Allisox, op, at; CuTKBNOAtL, PhyB Em,, voL ^0, p- 106 (1036); Jones, PhyB 
Bw,, 60, p no (1936); AjfpBEws, Phy$ Rm,, voL 54, p. 944 (193S) 

' ® Bbaoo and Finacw, Fhd, rol 2$, p. 626 (1914) , EicHtwyma 
BOUTON, Phye, Em,j vol 22, p, 539 (1923). 

^ See Co¥i»TON and Aixison; op at. 
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scattering (Secs. 172 and 173) . Hence, we may conveniently write 

)i = r ff, /io = To + Vo, 

where t or To reprsents the part of the absorption that is due to the 
photoelectric effect and v or Vo the part that is due to scattering. 
According to classical theory the scattering should be independent 
of frequency [Sec. 172(a)], and for this reason a or va has often been 
identified with the constant term h or ha m the empirical formulas 
(289a, 6) or (290, 291) The term in is then identified with the 
photoelectric absorption. We shall see, however, that in reality the 
scattering coefficient varies considerably with wave length, so that 
such an interpretation of the empirical formulas can possess only 
approximate validity. 

184. The Photoelectric Effect for X-rays. — If part of the absorp- 
tion of X-rays is due, as we have assumed, to a photoelectnc effect, 
it should be possible to observe the photoelectrons thus produced, and 
Einstein’s photoelectnc equation should be apphcable to them. In 
the ordmary photoelectric effect, the eleetrons come from among the 
“free” electrons in the metal (Sec. 54), and their maximum kinetic 
energy, when produced by a beam of hght of frequency v, is 
as given by Eq (48) in Sec 46- 

= hv — wo, 

where wo is the work required to remove an electron from just under the 
surface of the metal (h = Planck’s constant) When photoelectrons 
are produced by X-rays, on the contrary, they will come (at least 
principally) from the deeper-lying shells of the atoms If a photo- 
electron is ejected from the K shell by X-rays of frequency v, the 
amount of energy absorbed from the radiation is hv, but work equal 
to hvK must be done by the electron in escaping from the atom, vk 
being the frequency of the K absorption limit Hence the electron 
will emerge from the atom with kinetic energy equal to hv — hvK- 
If the atom hes on the surface of the absorbing material, the electron 
may escape into the surroundmg space with this amount of energy 
(more exactly with energy hv — hvK — «o, but wo is usually negligibly 
small). Otherwise it may lose part of its energy in passing through 
a layer of matter. Thus the fnaxiinum kinetic energy with which 
photoelectrons produced by absorption in the K shell may emerge 
from the absorbmg material will be 

nwi = hv - hvK = h{v — vk) 


(292) 
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(provided wo may be neglected) If < vkj no photoelectrons at all 
can be ejected from the K shell As v increases above vk, the maxi- 
mum energy of the photoelectrons increases linearly, just as in the 
ordinary photoelectric effect 

The number of photoelectrons ejected from the K shells of atoms 
of a given absorber decreases as v increases, thereby causing the known 
decrease in the absorption coefficient as v recedes from vk- The 
number of photoelectrons is strictly proportional to the intensity of the 
X-rays. 

The photoelectrons ejected from the L shell consist of three shghtly 
different groups, with maximum energies corresponding to the three 
L absorption limits, vxr, vl^ J'^m; the maximum kinetic energies in 
the three groups are 

= h(v - VLi), Mmvlax = Hv - VLn), 

— J-iiii). (293a, 6, c) 

The differences in these maximum energies arise from differences 
in the quantum state in which the remaining L electrons are left 



Fig. 163 — Robinson’s magnetic spectrograph for studying the photoelectric action of 

X-rays. 

upon the departure of the ejected one. Similarly, from the M shell 
there are five groups; and so on. If we start with X-rays of very high 
frequency, photoelectrons of all kinds are produced If the frequency 
is then decreased, as it passes vk, the K photoelectrons disappear; 
as it passes the L limits, the three groups of L photoelectrons disappear 
in turn; and so on. 

Among the experiments demonstrating these facts may be men- 
tioned those of Robinson and his collaborators,^ whose apparatus is 

1 Robinson and Eaweinson, Phtl Mag,, vol. 28, p. 277 (1914); Robinson, 
Roy, Bm,, Ptqc,, vol 104, p 455 (1923); PM. P» ^1 (1925) ; Robin- 

son and Cassie, R(yy, Boc., Proc , vol 113, p. 282 (1927); RoBiNSpN snd ypTOG, 
fioy. Soc ^ Proc,, vol. 128, p 92 (1930), ^ 
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shown diagrammatically m Fig. 163. A beam of X-iays of frequency ‘ 
p enters through a thin window W a highly evacuated brass box BB 
and falls upon a target T of the material under investigation. Photo- 
electrons are expelled from the surface of T in all directions and with 
various velocities, as indicated by Eqs (292), (293a, 6, c). The whole 
apparatus is placed in a known magnetic field if, at right angles to 
the plane of the paper, w'hich can be varied at will The photoelec- 
trons will descnbe circles in the field Some of them will pass through 
the narrow slit S and eventually strike the photographic plate PP. 

If the electrons leaving T have velocities vi, 
‘ ' , they wll move m circles of ladii ri, 

7 2 , • ’ • and will strike the plate at points Li, 
1/2, * • • - As shown in the figure, the arrange- 
ment IS such as to “ focus electrons leaving 
the different parts of the target with the same 
velocity onto the plate at such positions as Li 
and L 2 , the diameter of the circle being the dis- 
tance between B and Li or L 2 

In an experiment such as this, the velocity 
of the electrons is so great that variation of 
mass with velocity must be taken into account 
This is easily done as follow^s As the electron 
goes around in a circle under the influence of 
the magnetic field, its momentum p is constant 
in magnitude but continually changes in direc- 
tion We can imagine that the electron receives continual vector incre- 
ments of momentum directed toward the center of the circle As 
the direction of motion changes by dS an mcrement dp of momentum 
must be added of magnitude (Fig. 164) 

dp = pdd. 



The force on the electron is evH, e being the electronic charge in 
electromagnetic units and v its velocity Hence during a time dt the 
electron receives momentum 

dp = ^HdL 

^ It IS extremely difficult by present experimental means to get a strictly mono- 
chromatic beam of X-rays of sufficient intensity for such an experiment as this. 
Acoordmgly, use is made of the fact that, with suitable exqitmg voltage, Hie Ka 
hnes from an X-ray target are much more intense than the aocompanymg radiation 
of the other wave lengths and, ther^ore, serve effectively as a '^monochromatio'^ 
beam, particularly if the beam is first pas^d through a filter ol suitable thicto^SSt 
the wave length of whose K hunt Is just shorts than the Wave length of the 
lines [See Huni/, Phya Rev , vol 10, p 061 (l§!l7)il , 
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Thus 

But (Fig 164) 


dp = pdd = evHdt. 



(294) 


Now according to the relativistic formula [Eq (60) in Sec. 63] 


_ mv 
^ ~ (1 - I'Vc-)*^’ 


(295) 


where m stands for the rest mass of the electron (0 911 X 10"^^ gram) , 
and Eq (61) in Sec 64 gives for its kinetic energy 

T = - l]- 

From (295) 

_ v^lc^ . p^ 4- 1 = 1 

~ 1 — v^/c^’ " mH‘‘‘ 1 — 

Hence we can also write^ 




and for an electron revolving in a magnetic field, by (294), 


(296) 


(297) 


(Here e is in electromagnetic units.) 

By means of this last formula, values of the kinetic energy T of the 
photoelectrons can be calculated from measured values of r, for com- 
parison with hip — Pa), where va is any absorption hmit. If losses of 
energy by the electrons within the absorber are negligible, ive can 
substitute values of T so found in the photoelectric equation 

T = hip — vj) 


and, knowing v, cap obtain, values of the absprption limit va, for com- 
parison witti yalne§ measured spectroscopically. 

Rol?inson found on his plates a number of “lines” represenring^ 
groups of photoelectrons. The corresponding absorpticm, l^ts, 
calculated ^n the manner jnet descidbed, g^vea in Table jV ; values 

1 CJaWfliicM# fwn - 

, T “ f?wff(ooB tan“* p/mcY'- -7, Ik 
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determined spectroscopically are added for comparison. We note 
that Robinson^s results are zn complete agreement with the data of 
X-ray spectroscopy It is noteworthy that he found one K level, 
three L levels, five M levels, and, in the case of TJ 92, five of the seven N 

Tahle V — Some X-ray Absorption Limits Determined prom the Magnetic 
Spectrum of Photoelectrons (after Robinson), Comparison with 
Spectroscopic Method 



(Data are given m terms of vo/R where vq is the frequency of the hmit and R is 
the Rydberg constant) The columns headed “Robinson^' give Robinson^s 
observations Those headed ^‘Spec give the values of the levels determmed 
from X-ray spectroscopy, as given by Siegbahn. 

* Indicates mean value. 


levels, the pairs of levels iViv.v and Nrum being too close together 
to be resolved in his apparatus. 

The technique of measuring the velocities of photoelectrons ejected 
by X-rays has been developed to the point that this method is now 
^ne of the most reliable for the precise determination of fundamental 
constants ^ 

186. The Scattering of X-rays* — In spite of the remarkable early 
success of the classical theory in accounting for hiany featnreif of the 

1 See, e g , Kr|:tschma;R; PAj/ 5. yol 43, p. 417 (1933)/ 
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scattering of X-rays, developments in this subject since 1920 illustrate 
strikingly the inadequacy of the classical theory and the superiority 
of quantum theory 

(a) The Total Scattering Coefficient, — When a beam of monochro- 
matic X-rays of intensity I traverses a thickness dx of scattering 
material, part of the incident energy is scattered, for which we may 
write (tI dx. The coefficient cr thus defined is called the total linear 
scattering coefficient for X-rays of that wave length. Accordmg to 
the classical theory, on the two assumptions (1) that the electrons 
scatter as if they were free and (2) interference between the wavelets 
scattered by different electrons may be ignored, the value of cr can 
be found by multiplying the scattering coefficient Ce for a single 
electron, as given in Eq. (277) in Sec 172, by n, the number of elec- 
trons per cubic centimeter of the material. If we also divide by p, 
the density of the material, we find thus for the classical mass scattering 
coefficient 


^ ^ 
p p d m^c^ p 


(298) 


Thus, if we assume that <r = era, cr/p should be independent of wave 
length, and it should not vary greatly with the material, since n is 
roughly proportional to p (the number of electrons per atom being 
about half of the atomic weight) ; it should, in fact, be nearly equal to 
0.2, as may be verified by putting into Eq (298) the numerical values 
of the constants 6, m, and c and the values of n and p for some scatter- 
ing material, such as carbon or aluminum. In Fig. 165 are shown 
data on scattering for a number of elementary substances; the ordinates 
represent the ratio of the scattering coefficient cr for the substance, 
denoted by <r, in the figure, to the value co as given in Eq (298). We 
note from the figure that for light scattering materials and for X-rays 
of X > 0 2 angstrom the scattering coefficients approximate to the 
classical, free-electron value, cq. Otherwise, there are wide departures. 

For heavier materials, and especially at longer wave lengths, 
<r greatly exceeds <ro. This excessive scattering is easily explained 
classically. When the Wave length becomes comparable with the 
distances between the electrons in the atoms, they no longer scatter 
independently; the waves scattered by different electrons become 
superposed on eadh other more or less in the same phase, and construc- 
tive interf^ence occurs. If the wave length is actually long as com- 
pared to the distances between the N electrons in a given atom, the 
relative phase differences of the waves are all smal, consequently 
the amplitude of the resultant scattered wave is approximately 
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proportional to Nj and the intensity of the scattered ladiation is 
proportional to NK For a heavy atom, the difference is enormous 
The decrease of tr at short wave lengths which is evident from 
Fig 165, on the other hand, is impossible of explanation by classical 
theory For X = 0 1 A, the observed scattering coefficient is only 
about 0.15, instead of the value of about 0 2 deduced above. For 
y-rays, the wave lengths of which are of the order of 0 02 A or less, 
the total absorption coefficient of carbon, including photoelectric 



Wcjvelength in Angstroms 

Fig. 165 — Scattering coefficients <r* of vanous elements for different wave lengths 
relative to the classical value <ro {Reproduced by courtesy of D Van Nostrand Com 
pany^ Inc , from Fig II 1-3 in A H Compton and S K Allison, X-rays in Theory and 
Experiment,^' 1935 ) 

absorption as well as that due to scattering, is only about 0.06 For 
such short waves, however, the assumption that the electrons scatter 
independently, and approximately at the same rate as if they were 
free, should certainly be justified; for, on classical theory, they will 
not move far enough from their equilibrium positions to call appreci- 
able elastic forces into play At this point classical theory fails 
badly. In the next section, a result will be quoted from wave mechan- 
ics which agrees very well with observations in this region of short 
wave lengths i * ^ 
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(b) The Angular Distnhuhon of Scattered X-ray Energy . — The 
classical pulse theory of X-rays led to Eq (279) m Sec 172, 

T I 1 -|- cos^<t> 

^ 2 

for the intensity 1/ of X-rays scattered per electron at an angle 
from the direction of the incident beam, the intensity of which is J; r 
IS the distance between the scatterer and the place where the scattered 
energy is measured According to this equation, the scattering should 
be symmetrical forward and backward about a plane passing through 
the scatterer and perpendicular to the direction of the incident rays 



Fig 166 —-Relative scattered intensity at various angles of scattering, for X-rays 
of X 0 71 A scattered by mesitylene, and for X-rays of X 0.017 A scattered by iron 
{Reproduced hy courtesy of D. Van Nostrand Company^ Inc , from F%q. III-A %n A H 
Compton, and S. K Alltson, X-rays %n Theory and Experiments'^ 1936.) 

If <^ = 0 or <^ = TT, 1 cos*<^ = 2; if <^ = 7r/2, 1 + cos®0 = 1. Thus 
the energy scattered in the forward or backward directions should 
be twice that scattered at 90° from the incident beam. 

In Tig 166 are shown data on the variation with scattering angle 
<f> of the intensity of X-rays of wave length X = 0 71 A scattered from 
liquid mesitylene CeHsCCHa)*. For comparison, the variation 
predicted by the classical theory of Thomson, as represented by the 
above formula, is shown by a solid line in the figure. We note that 
the intensity of scii'ttfering agrees wefi with the classical formulft at 
scattering ailgle^ greater than 45° but shows a marked departure at 
smaller Stidh a d^arture might perhaps be explained dassi- 

caHy it^ thei s^un® rvay ^n which the excess scattering at lohf ifave 
lengths erqplamed above. But in Fig. 16fi data are , shown 
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on the scattering of 7 -rays of wave length 0.017 A from iron. These 
data show much smaller scattering than is required by the classical 
formula (except, presumably, at a zero scattering angle), and the 
scattered radiation exhibits great dissymmetry, being confined almost 
entirely to forward directions. 

Such dissymmetry in the angular distribution presents difficulties 
for any classical theory, but it is fully accounted for by the wave- 
mechanical theory ^ 

186. The Compton Scattering of X-rays, (a) The Compton Effect 
It was early found that secondary radiation is usually less penetrating 

than the primary radiation. This 
fact was later explained by the 
presence in the secondary beam, 
not only of scattered radiation, 
but also of the characteristic fluo- 
rescent radiation, which, as we 
have seen above [Sec. 178 (c)], is 
always of longer wave length and, 
therefore, is less penetrating than 
the exciting primary beam. It 
was found, however, that this 
explanation was not adequate in 
all cases 

A scattering material of very 
low atomic number, such as car- 
bon, enuts fluorescent radiation of 
such long wave length as to be 
absorbed by even a thin film of 
air. Yet, even with carbon 
immersed in air as the scatterer, 
the secondary beam was found to 
be somewhat less penetrating and presumably therefore of somewhat 
longer mean wave length than the primary. 

The explanation of such cases was discovered by A. H. Compton. 
He showed^ that, when monochromatic primary radiation is used, the 
scattered beam is composed of two hneSj one corresponding in wave 
length to that of the primary beam and the other being of definitely 
longer wave length. Figure 167 shows the spectrum of scattered 
radiation from a carbon scatterer when irradiated by the Ka line of 
molybdenum, the scattered radiation being, observed at an angle of 



Fig 167 -^The spectrum of scattered 
X-rays, showing the unmodified line P 
and the modified or “shifted” Ime S. 
(^Compton.) 


^ C/. Heiti-bb, W , ^^The Quantum Theory of Radiation,” p. 154, 1986, 
^ Compton, A H , Fhys. Rev , vol 21, p. 715, vol. 22, p 409 (19^). 
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9Cf imm tbe incident radiation The vertical line aa indicates the 
wave length of the primary radiation. There are seen to be two 
maxima, or Imes, one of which, P, corresponds exactly to the primary 
radiation; the other, S is shifted toward longer wave lengths from 
the position of the primary, the difference in wave length between the 
shifted and the unshifted components being 0 02S6 angstrom. 

In order to explain the occurrence of the shifted co-mponent, CJornp- 
ton boldly applied the extreme quantum picture of radiant energy, 
according to which a beam of radiation consists of a stream of localized 
quanta of energy, or photons He assumed that the scattering prrocess 
could be treated as an elastic colliaon between a photon and an electron 
and that this collision is governed by the two laws of mechanics: (1) 
the conversion of energy and (2) the conservation of momentum 



Fig 168 — Vector diagram showing the conservation of momentum when a photon is 

scattered by an electron. 


Let an incident photon containing energy Eo = hvo rebound from 
an electron of rest mass m, initially at rest at the point a (Fig 168) 
After the colhsion, the electron will move in a direction making an 
angle of <f>j say, with the initial direction of motion of the photon, while 
the photon itself will move in a direction making an angle 6, say, with 
its initial direction. Qualitatively, one sees, at once, that the energy 
Ed of the photon after collision and, therefore, also the frequency must 
be less than that of the photon before collision, since some of the 
energy of the incident photon must have been given to the electron 
If Em is the kinetic energy given to the electron as the result of the 
colhsion, we have, from the law of the conservation of energy, 

J?0 = + Em* 

Using the relativistic formula, Eq, (61) in Sec 64, we have for the 
kinetic energy of the electron 

= mc^( —jX — - lY ^ = -> 

VVT^* ) 


( 299 ) 
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Avhere m is its rest mass, v is its velocity after the collision, and c is the 
speed of hght Inserting this value of Em, m the preceding equation, 
and also Eq == hvo, Ee = we have 

/ivo = /!!'(,+ ( J=: - lY (300) 

Furthermore, as stated in Sec 33, a beam of radiation in free space 
carries momentum equal to the energy carried by it divided by c 
Hence a photon, contaming energy hv, carries momentum hv/c The 
momentum of an electron moving mth speed v is given by Eq (60) m 
Sec 63 Thus for the momenta we have 

hva/c = the momentum of the photon before the collision, 
hve/c = the momentum of the photon after the collision, 
mv/\/l — == the momentum of the electron (after the collision) 

From the law of the conservation of momentum, therefore, we can 
Avrite for the ^--component of momentum (in the direction of propaga- 
tion of the incident photon) 

hvo hve . , m/ 3 c , /n/M n 

— = — cos^ H 7-=^-=cos<^ (301) 

c Vl - 


and for the ^/-component, in the plane containing the directions of 
motion of both the scattered photon and the electron, 


0 = — sin0 
c 


mfic 

VT^ 


sin<^. 


(302) 


In the three independent equations (300), (301), and (302), we have the 
four unknown quantities <^>, and jS, assuming voj the frequency of 
the incident photon, to be known By simultaneous solution, we can 
obtain three of these unknowns in terms of the fourth, say 6, which is 
the direction with respect to the incident beam in which the photon 
is “scattered^' as a result of the particular collision 

If we introduce the wave lengths of the 2 photons (whatever wave 
length may mean in terms of this picture^, Xo = c/vq and = c/ve, we 
can write the last two equations thus: 


A 

Xo 



mfic 

\/l ~ 


COS0, 



mfic 


8in<^ 


Squaring these two equations and adding them, we have 


x! + iA “ wT,''*'’ - 


— m*c®. 


(303) 
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Similarly Eq (300) can be written, after dividing it through by c, 

h h , me 

Xo Xo y'l _ ^2 


r- , h^- 2h^ , 


VXo ^ XeJ 


+ - 


1 - ^2 


Subti acting Eq (303) from the last equation, we obtain 


(cos^ — 1) + 2mch 


(i-i). 

VXo \e/ 


/. - Xo = —(1 - cos(?) 

me 


If we insert here the values /i = 6 61 X 10“^^, 7n = 0,9107 X 10“-^, 
c = 2 998 X 10^^, and multiply by 10®, we have 

X^ — Xo = 0 0242(1 — cos^) angstioms (305) 

This important equation states that when incident radiation of 
wave length Xo is scattered by a free electron at an angle 6^ the wave length 
\e of the scattered radiation should he greater than that of the incident 
radiation by the quantity 0.0242(1 — cos B) angstroms, which, for a given 
angle B, is constant whatever the incident wave length. When the scattei- 
ing angle is 90"^, the shift” in wave length between the primary and 
the scattered beam should be 0.0242 angstrom This is very nearly m 
accord with ' Compton^s measurements, quoted above Further, the 
shift should be entirely independent of the material of the scatterer, 
and for various angles B of scattenng it should be proportional to 
(1 ““ cos 6) To a first approximation these predictions were soon 
confirmed by the investigations of Compton and his collaborators,^ 
Ross,^ J A. Becker,^ Allison and Duane, ^ and others. 

From Eqs. (299), (300), and (304) it is readily found that the 
energy Em of the recoiling electron is 


Em = hvQ 


^(1 — cos^) 

1 + f(l - cos^)' 



From (301), in which ve < vo^ it is also clear that, necessarily, cos <^ > 0 
and hence < 90°, so that the electron must move in the forward 


1 Fhys Rev,, voL 21, pp. 207, 483, 715 (1923) ; Nat Acad, Proc , vol 10^ 
p. 271 (1924). 

* Nat Acad 8d,, Proc,, vol. 9, p. 246 (1923) ; Phys„ Per ) , vol 22, p. 524 (1923) 

* N(d, Aced, Sd,, Prpe., vol. 10, p. 342 (1924). 

^ N(^t Amd, 8d*, Proc,, vol 11^ p. 25 (1926); Woo, Y. H,, P^/Si vdl 27, 
p 242 (1()26). ' - ' ' ' \ 
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direction. Following Compton’s prediction of their existence, these 
“recoil” electrons, as they are called, were discovered by C T. R. 
Wilson^ and W Bothe.^ They have been studied quantitatively 
by Compton and Simon® and others. Bless, by the method of 
the magnetic “spectrograph,” similar to Robinson’s method for 
photoelectrons (Sec 184), has measured the value of Em for the recoil 
electrons and has found that the results are in agreement with the 
last equation. 

(6) The Unmodified Line — The presence of the so-called unmodi- 
fied line (P in Fig 167) may be accounted for as follows In setting 
up our equations, it was assumed that the electron with which the 
photon colhdes is free This assumption should be justified if the 
energy given to the electron is much larger than the work necessary to 
detach it from the atom It is possible, however, that another type of 
collision may occur in which the electron remains bound to the atom. 
Such a collision may be regarded as taking place between the photon 
and the atom as a whole, the mass of which is far greater than that of 
the electron If the mass of the atom be substituted for m in Eq. (304) , 
it IS readily seen that the computed change of wave length is so small 
as to be beyond the possibility of detection. It may well be that, in 
the scattering of photons, the electron sometimes behaves as if bound 
to the atom and sometimes as if free, — hence the unmodified and the 
modified scattered lines 

It must be admitted, however, that the simple picture which we 
have employed above does not harmonize very well with the occur- 
rence of an unmodified line. Nor is it clear how the modified line is 
affected by the presence of the nuclear field that normally holds the 
electron within the atom. These matters, hke the properties of atomic 
states, can only be cleared up by an application of wave mechanics. 

The detailed treatment of the impact of X-rays on atoms by wave 
mechanics leads to the following conclusions,® which, as far as tested, 
are confirmed by experiment. At low frequencies, the scattered radia- 
tion has the same frequency as the frequency v of the incident radia- 
tion, constituting an unmodified scattered hne. As the wave length 
becomes comparable with the dimensions of the electronic shells in 
the atoms, however, the intensity of the radiation thus scattered 
diminishes, especially at the larger angles of scattering. Furthermore 

^ Roy. Soc , Proc , vol 104, p 1 (1923) 

2 Zeits f Physih , vol. 20, p. 237 (1923). 

® Phys Rev , vol 25, p 306 (1925) 

^ Dissertation, Cornell University (1927), P%5. Rm.^ vol. 29, p. 918 (1927). 

® Cf. Bloch, Phys. Pev., vol 46, p 674 (1934); Heitler, of at. 
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as V becomes larger than the absorption limits for any atomic shell, 
Compton scattenng accompanied by the ejection of recoil electrons 
out of this shell sets in; and, at considerably greater frequencies, the 
modified Ime due to this type of scattering becomes easily observable. 

The Compton or modified line is very broad at comparatively low 
frequencies. This breadth can be thought of as caused by the motion 
of the electrons in the atom In our simple deduction of the Compton 
effect, the electron was assumed to be initially at rest; if it is assumed 
to have a component of velocity, positive or negative, in the direction 
of the incident radiation, the wave-length shift is different Wave 
mechanics furnishes a probability distribution for the velocities of the 
atomic electrons, from which the broadening can be computed m 





Fig 169 — Miorophotometer curve of Mo K radiation scattered by orientated Ceylon 
graphite with its diamagnetic axis normal to the natural reference axis of the scattering 
experiment {Kvrhpatnck and Dumond ) 


agreement with experiment.^ A microphotometer curve showing 
Mo K radiation as scattered by a block of graphite is shown in Fig 
169; it is taken from a paper by Kirkpatrick and Dumond ^ 

As V is increased further, the Compton line becomes narrower. 
Eventually, in any direction of scattering other than that of the 
incident beam, the unmodified line becomes weaker than the Compton 
line, sooner at large angles of scattering than at small angles, and 
sooner for heavy atoms than for light ones. Finally, only the modified 
line remains in appreciable intensity; this happens, for example, in 
light scattered at right angles to the incident beam, for v/vk > 300 
in the case of carbon or v / vk > 50 in the case of lead, being the 
absorption limit for the K shell. The modified line is then fairly 
sharp and approximately the same in all respects as it would be if the 

1 Dumond, R&o , vol 5, p. 1 (1933) ; Burkhardt, Ann, d Physik, vol 26, 
p. 567 (1936). 

® Kirkpatrick and Dumond, Pkys , , vol. 64, p 802 (1938). 
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electrons in the atom weie free and at rest. According to theory, the 
modified line should exhibit the same features as to polarization as 
the unmodified line, except at extremely high frequencies. 

According to the theory, furthermore, the other process by which 
X-rays may eject electrons from atoms, that of photoelectric absorp- 
tion, should likewise decrease rapidly with increasing frequency of the 
incident radiation and should be relatively less important in light atoms 
than in heavy ones; the probability of the ejection of a photoelectron 
should become equal to that of the ejection of a Compton election at 
about X = 0 5 A or v/vk = 85 in carbon, or X = 0 025 A or v / vk = 6 
in lead. Thus at high frequencies the ejection of Compton recoil elec- 
trons should constitute effectively the only form of action of radiation 
upon the electrons in matter. 

It may be remarked that only the unmodified scattered radiation 
contributes to the beams that are reflected (or more accurately, 
diffracted) in certain characteristic directions by crystals (Sec 174) or 
gratings (Sec. 188) and upon which X-ray spectroscopy depends. 
Only to this part of the radiation can we apply the classical conception 
of scattered waves which are coherent with the incident waves, so that 
the waves scattered by different atoms possess definite relations of 
phase to one another and are capable of interfering constructively 
The waves representing the Compton scattering must be supposed to 
be completely incoherent. 

(c) The Scattering Coefficient as a Function of Frequency , — The wave- 
mechamcal theory gives a good accoimt of the observed decrease of the 
scattering coefficient at high frequencies, which was described in the 
last section. At frequencies much above the K absorption limit of 
the atom, as has been said, we can treat the electrons in the atom as 
if they were free electrons, scattering independently by the Compton 
process. Wave mechanics leads to the following formula for the 
amount of energy scattered per electron per second by a group of free 
electrons.^ 


12 


Stt 

3 mV 


3 

4 , 


+ fr 2(i + n 1 
r L 1 + 2f 


- log (1 + 2r) 


+ ^log(l + 2f) 


1 + 3r 


(1 + 

where I is the intensity of the incident beam of frequency v and 


( 306 ) 



1 Klein and Nishina, Z&iU /. Fhqsik, rol. 52, ip 353 (11929)* 
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{h = Planck’s constant, m = rest mass of electron, c = speed of light) 
As f ^ 0, the compheated quantity in braces approaches % and fl 
approaches the classical value as found by Thomson [cf Eq. (276) 
m Sec 172(a)]. If f becomes large, however, as it is for hard y-rays, 
approximately 

_ xe*I /, _2hv , l\ 

which decreases with increasing Vj varying nearly as 1/r The scat- 
tering coefficient is then in any case 

nQ 
<r = T’ 

Avhere n is the number of electrons per unit volume This foimula 
fits the existing data very well 

(d) The Compton Scattering Process — It may be of interest to 
lemark that even the classical theory leads us to expect radiation that 
IS scattered by free electrons to be of somewhat longer wave length 
than the incident beam For the electrons must take up the momen- 
tum that is earned by that part of the mcident radiation that is 
scattered, since the scattered waves, because of the symmetry of their 
distnbution, carry away no momentum on the whole. The electrons 
will thus be set in motion m the direction of propagation of the mcident 
beam (an effect which can be ascribed to radiation pressure), and the 
radiation scattered by them will be decreased in wave length because 
of the Doppler effect It can even be shown that, if one quantum hv 
is scattered by a free electron initially at rest, the average increase in 
wave length is of the same order as the Compton shift. But classical 
theory cannot explain the occurrence of a sharp line in the Compton 
effect Furthermore, the moving electron would have to move an 
impossible distance in the scattermg substance. Quantum theory is 
superior in that the entire photon is scattered as a unit by a single 
electron, and only this one electron is set into motion. 

Finally, reference should be made to another experiment, per- 
formed much later, which further heightened the contrast between 
classical and quantum theory by demonstrating that the recoil electron 
and the scattered X-ray photon are produced at the same The 

scattered^ photon wa& detected by observing in a cloud chamber 
the track of a photoelectron released by it at some other point in the 
scattering material, which was a gas. Recoil tracks and photoelectric 

1 Botou and Guiohe, f Phynk^ vol 20, p ^ (1024) , toL 32^ p 639 
(1925) 
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tracks due to scattered X-rays were observed to occur simultaneously. 
This observation shows very clearly the discontinuous nature of the 
scattering process, which, accordmg to classical theory, should be 
continuous. Most of the time nothmg is happening in the scattering 
material. At irregular mstants, however, a recoil electron is projected 
from one of the molecules, and almost simultaneously (presumably 
later owing to the time it takes light to pass from one point to the 
other) a photoelectron is ejected from another molecule. At such 
instants, we say that an X-ray photon has been '' scattered’' by the 
first molecule and absorbed by the second one. 

187. The Refraction of X-rays, (a) RefrachonandBragg^sLaw , — 
The discovery of the refraction of X-rays and the subsequent measure- 
ment of indices of refraction are excellent illustrations of the great 
advances which have been made in the technique of X-ray measure- 
ments since the discovery of the action of the crystal grating The 



Fig 170 — Refraction of a beam of X-rays entering the surface of a crystal 


first positive evidence that X-rays are measurably refracted came 
from the work of Stenstrom,^ who showed from accurate measurements 
of wave length that Bragg’s law of the reflection of X-rays from 
crystals does not yield identical values when the wave length of a 
given line is computed from different orders of reflection. Hjalmar^ 
found, for example, that the apparent wave length of the Fe Kai 
line as measured in the first order by reflection from a gypsum crystal 
(2d = 15 155 angstroms) was 1 9341 A; while measurements in the 
sixth order gave 1 9306 A, nearly 0 2 percent less 

This apparent failure of the Bragg formula was shown to be due 
to the refraction of the beam of X-rays as it entered the crystal, the 
deviation of the beam being such as to indicate that the index of Refrac- 
tion IS less than unity In Fig 170 is shown the path of a ray as it 
enters the surface SS of a crystal at a glancing angle d and is incident 
on the Bragg plane PP at an atigle Bragg’s law in the form 

n\' = 2dsm0', 

^ Dissertation, Lund (1919). 

® Zetts f Phystkf vol. 15, p. 65 (1923). 
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where X' is the wave length zn the crystal^ gives the true law of reflection 
at the crystal ylane. Measurements give 6, however, and it is X, the 
wave length in air^ that is desired By the ordinary laws of optics 

— A — 

^ X' cos d' 

Substituting values of X' and of sin 6' = (1 — cos^^O^ 'the preceding 
equation, we find nX//z = 2(i (1 — - cos^d/fjL^)^, whence 

n\ = 2d(M^ — cos^0)^ = 2(i(/x^ — 1 + sin^^)^ 

= 2dsin«ri + ^ 

Since 1 — ^ is extremely small for X-rays, we can replace ju + 1 by 2 
in this expression, and then expand in powers of 1 — ^ and keep only 
the first power. Thus we obtain 

nX = 2dsm/l-y^Y (308) 


The latter formula can be used to calculate values of 5 = 1 — ju 
from observations in which different orders of diffraction are compared. 
A few of the values of 8 as found by Larsson^ are as follows: 


X, A 

1 537 

2 499 

3 447 

5 166 

7 111 


S X 10®, mica 

8 94 

24 6 

49 1 

103 

182 

262 

5 X 10®, calcite 

8.8 

22 4 

41 9 





® (6) Theory of the Refraction of X-rays . — Classical theory gives 
for the index of refraction of a shghtly refracting and absorbing sub- 
stance, for waves of frequency Vy 

, 

^ ^ Trm ' (vj - v‘^y + 

% 

where ru is the number of electrons per unit volume which have a 
natural frequency Vv (of undamped vibration), 7 t is a constant represent- 
ing the effect of damping, and the summation is to be extended to 
include aU of the different groups of electrons in the refractmg mate- 
rial.^ If V is very much greater than all of the characteristic fre- 
quencies viy and aU 7 i^s are small, we may neg'lect v\ and y\v^ in 
comparison with if also y, differs very little from 1, we may write 

^ Quoted in Sibobahn, loc. ctt 

* See Wood, E W., ^^Physical Optics,” 3d ad , p 488, 1936. 
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= [1 + (m — 1)]^ = 1 + 2(/i — 1), approximately Thus loi veiy 
large v the last formula can be written • 

o 2 


ju = 1 — 5, 


ne^ 


2T7nv^ 


(309) 


where n = ^ /i, and represents the total number of electrons per unit 

t 

volume Or, substituting v = c/X, we have 




2Tmc^ 


(310) 


Thus, for frequencies much greater than any characteristic frequencies 
of the refracting substance, the quantity S/X^ should be independent 
of the incident frequency 

Analogous results are obtained from wave mechanics In place 
of nt, a coefficient occurs that is mostly less than 1 The frequencies 



Fig. 171. — Values of 5/X® for calcite, showing anomalous dispersion near the Ca K 
absorption limit [ X = dcda hy Bearden and Shaw^ O » data hy Laraaon, theata, Un^v 
Uppsala, Ann Reports (1929) ] 


correspond to the various transitions that the atom can undergo, either 
into a higher quantum state of the neutral atom or into an ionized 
state as the result of a process of photoelectric absorption The 
terms corresponding to photoelectric absorption, however, have an 
appreciable effect upon the dispersion only when the incident fre- 
quency V is close to one of the absorption limits of the atom. At 
other frequencies Eq (310) should hold. 

Experiment reveals a behavior of the refractive index in good 
agreement with these theoretical predictions. For example, in Fig. 171 
is shown the observed variation of 5/X^ with X fdr calcite in the neigh- 
borhood of the K absorption limit of Ca at 3 064 A. The dotted 
portion of the curve represents the value 5/X^ = 3.67, computed for 
calcite from Eq (310). The equation is seen to hold very weU from 
0.5 to 2.5 A. 
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(c) Dt)ect Measurement with a Prism — Although the index of 
refraction for X-rays differs only slightly from unity, its direct measiii ce- 
ment by a prism has been accomplished by sevei al obsei vers A i ight- 
angled prism may be used, the X-rays entering one face at a glancmg 
angle of only a few minutes of arc and emerging almost perpendicularly 
from the opposite face, the prism may be substituted for the mirror M 
in the arrangement shown in Fig 172, which is described in the next 
section With modern technique, the accuracy of such methods may 
be very high; the piism provides, in fact, a method for the measure- 
ment of absolute X-ray wave lengths vnth a precision of 1 part m 
10,000 ^ The wave lengths are calculated by means of the complete 
formula furnished by wave mechanics The fact that wave lengths 
so measured agree with the same wave lengths as determined by other 
methods tends to confirm the correctness of the wave-mechanical 
theory of X-ray dispersion. 

(d) Measurement by Total Reflection — Since the index of refrac- 
tion of a material for X-rays is less than unity, a beam of X-rays 
incident on a polished surface at a sufficiently small glancing angle 
should be totally reflected According to the usual law of optics, 
this should occur for glancing angles less than Qr where 

cos = ju = 1 — 5, sin Or = Or "s / 25 

for small values of Qr, Since, for a given substance, 5/\2 is approxi- 
mately constant, it follows that, to the same approximation, 0^ oc x. 
From the value of 5 determined by methods described above, Br may 
be computed. Several representative values of Br are shown in 
Table VI 

Table VI — Some Values of the Critical Angle of Total Reflection Br 


Substance 

X, angstroms 

5 

0B 

Glass 

0 7078 

1 64 X 10-« 

6' 10" 

Calcite 

1 537 

8 80 

14' 25" 

Calcite 

3 734 

49.2 

34' 5" 

Quartz 

10 0 

356 

1 91' 40" 


Reversmg the procedure, one may observe Br and compute 5 
This method was used by A. H Compton in one of the first meas- 
urements of X-ray refraction. ^ The measurements of Doan^ are 
1 Bearden and Shaw, Phys, Ew , vol 46, p 759 (1934) ; Bbarde^^, Phys. Rev , 
vol 54, p. 698 (1938). 

® NeiMoml Mesmrcii Cowndly Bull 20, p 50 (1922) 

» PM: Mm-, vol 4, p.TOO (1927)^ 
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instructive. Doan’s apparatus, following Compton’s method, is 
shown schematically m Fig 172 A beam of X-rays from a target T, 
after passmg through a sht /Si, falls onto a crystal K, by means of 
which one of the characteristic lines in the spectrum of T is reflected 
at a very small glancing angle onto the mirror M. With a sufficiently 
small angle of incidence, this beam is totally reflected from M and 



Fia. 172 — Doan’s apparatus for measuring the index of lefraction of X-rays by the 

method of total reflection 


falls on a photographic plate PP at R. The mirror M is turned very 
slowly during an exposure, and, when the critical angle is reached, 
reflection ceases. This critical angle can be determined by noting 
the distance on the plate between the point 0, which indicates the 
position of the direct beam, and the extreme edge of the record of 


Table VII — Index or Refraction of X-rays by Total Reflection 


Wave length, 
angstroms 

Substance 

Critical angle 

5 = 1 - /X, X 10« 

0 7078 

Ni 

10' 15" 

4 42 

0 7078 

Ag 

11' 42" 

5 76 

1 389 

Ni 

16' 9" 

10 98 

1 389 

Cu 

19' 36" 

16 2 

1 537 

Ni 

24' 40" 

25 5 

1 537 

Cu 

20' 24" 

17 7 

1 537 

Ag 

26' 42" 

30 

1 537 

Au 

31' 24" 

41 6 


the reflected beam. The metals under study were sputtered onto a 
highly polished optical glass surface. 

Table VII shows some of the results obtained by Doan. 

The accuracy of this method is not high, however, since the 
critical angle of total reflection for any given wave length is sharply 
defined only if the coefficient of absorption for that wave length is 
negligible — which is by no means the case with X-rays, particularly of 
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the longer wave lengths. For example, the value of 8 for Cu Kai, radia- 
tion (X = 1.53'^) reflected by silver is approximately 30 X from 
which ffn = V25 = 27 minutes of arc (about). Were there no absorp- 
tion, the coefl5.cient of reflection for glancing angles up to 27 minutes 
of arc would be as shown by the dotted line m Fig. 173. Nahring,^ 
however, shows that, using classical 
theory and th@ known coej0B.cient 
of absorption of silver for X = 

1.537 A, the coefficient of reflection 
R for various glancmg angles of 
incidence 0 should be as given by 
the full line of Fig 173. The dots 
represent Nahring’s observations. 

We note that, although iZ > 0 5 
for 6 < 25', jR = 1 only at 0 = 0. 

188. Measurement of X-ray Wave Lengths by a Ruled Grating. 
With the discovery of the total reflection of X-rays, the possibility 
arose that a ruled gratmg might be used to measure X-ray wave 
lengths in exactly the same way that a grating is similarly used in 
the optical region, provided that the glancing angle between the X-ray 
beam and the ruled surface is less than the critical angle for total 
reflection. Compton and Doan^ were the first to make measurements 
of this kind Using a grating of speculum metal with 50 lines per 
millimeter,^ they found the wave length of the Kai line of molyb- 
denum to be X = 0 707 ± 0.003 angstrom. 

For a description of the development of the technique of using 
ruled gratings for the measurement of X-ray wave lengths, the reader 
IS referred to original articles.'* We have already mentioned (Sec. 175) 
the precise work of Bearden,® who measured the wave length of the 
Cu Kai Ime (1.5406 A) with gratings having 100 or 300 hnes per mm. 
ruled on glass sputtered with gold. His results are probably correct 
within less than 0 01 percent. 

For several years, there existed a discrepancy of 0.2 to 0.3 percent 
between ruled-grating and crystal values of X-ray wave lengths. As 

^ Phys. Zeits., vol. 31, p. 799 (1930). 

* Naf Acad Sen,,, Proc , vol. 11, p 598 (1925). 

3 The arrangement used by Compton and Doan may be indicated schematically 
byreplacing the mirror M, Rg 172, by the grating The glancing angle was less 
than 26 minutes of arc 

^ Thibato, /. de Physique et le Radium, vol 8, pp. 13, 447 (1927) ; Backlin, 
Dissertation, TJppsala (1928) , Bbaeden, Phys Rev,^ vol 33, p. 1088 (1929), Hqwk, 
Rev, Sd. Instrumemts, voL 1, p. 749 (1930). 

® f*hy8. Rev,, vol. 4^ p. 38^ (1935). 



Fig. 173. — Coefficient of reflection R 
of silver for Cu Kon radiation (X *= 
1 537 angstroms) at various glancing 
angles of incidence 6. 
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stated in Sec. 175, however, this discrepancy appears now to have been 
removed by the discovery of an error in the crystal values, due in tuin 
to an error in the value assumed for the electronic charge Measure- 
ments made with ruled gratmgs seem to afford the most reliable means 
of determining the absolute magnitudes of X-ray wave lengths, smce 
they involve no assumptions as to the homogeneity of a crystal; in 
fact, the only elements that enter mto the detern^nation by this 
method are the wave theory of hght as propagated in a vacuum and 
such well-tested operations as the measurement of angles and the 
counting of lines under a micrometer microscope 

189. The Nature of Electromagnetic Radiation. — Sufficient 
acquaintance has now been attained with the various properties ot 
radiation as revealed by modern experimentation to serve as a basis 
for final consideration of the question left unanswered in Sec 49 
What is the true nature of electromagnetic radiation? This question 
arises in its sharpest form in contemplating the contrasting properties 
of X-rays. How can an entity exhibit, on the one hand, the wave 
behavior that is evidenced in the diffraction of X-rays by crystals and, 
on the other hand, the particle properties that are revealed by the 
Compton effect? 

According to quantum mechanics, as interpreted by Bohr and 
other theoretical physicists, the nddle can be solved only by extending 
to radiation the same limitation upon the use of ordinary space-time 
conceptions that was found to be necessary in dealing with electrons 
Bohr insists that whenever an observation of any sort is made, its 
tmmedtate results will always be expressible in terms of familiar ideas 
of space and time, smce these ideas have been developed out of human 
experience and any observation necessanly includes as its primary 
stage a certain experience by a human observer. But it does not 
follow that it will always be possible to construct a picture of the 
physical reahty that causes these experiences, in the same way in which 
we picture everyday objects. In classical theory, an electromagnetic 
field was assumed to have a certain character at every point in space 
and at every instant of time, as represented by certain values of the 
electric and magnetic vectors. According to the new view, such a 
conception of the electromagnetic field is valid at best as an approxima- 
tion, and only m certain cases. 

The essential significance of what we call a radiation field lies in 
its effects upon the motion of charged particles. In describing this 
motion we encounter the limitations that are expressed in the inde- 
terminacy principle as described in Sec. 113^ the$e limitations 
make it possible for the field to exhibit contrastmg characteristics 
under different circumstances. 
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At one extreme, the action of the field takes the loim with which 
we have become familiar in the Compton effect- Heie a photon 
appears to bounce off an electron, thereby changing the momentum 
of the electron suddenly and discontinuously The change oi momen- 
tum cannot exceed 2hv/c, howevei, according to Eq (SOI) 
Furthermore, this change of momentum will be definitely obseivable 
and measurable by the physicist only if it considerably exceeds the 
range of indeterminateness of the momentum already possessed by 
the particle, which cannot be less than Ap as given by Eq (180) or 
Ap = h/Nx The maximum possible ratio of to Ap is thus 


2hv 



where \ = c/v and represents the wave length of the radiation, whereas 
Ax measures the mdetermmateness in position of the particle 

From the last equation it is evident that a clear-cut Compton 
scattering process can occur only when, to make dp/Ap large, the 
wave length of the radiation is much shorter than the diameter of the 
legion in which the particle may he supposed to be effectively located. 
For an election in an atom, this condition can be met only for wave 
lengths considerably shorter than the atomic diameter, such as the 
wave lengths of hard X-rays or y-rays 

In the Compton process there is no feature that can be regarded 
as a manifestation of an electric intensity in the wave. In order to 
obtain, on the other hand, an action of radiation that can be inter- 
preted in terms of the familiar electric and magnetic vectors, two 
conditions must be met. The experimental conditions must be such 
that it is possible to follow the test particle m continuous motion along 
a path, so that its acceleration can be determined. It is also necessary 
that a segment of path which is sufficiently long to permit an adequate 
determination of the acceleration shall yet be short enough so that 
along it the field vectors do not vary appreciably in value. The 
first condition requires that the segment of path shall be many times 
as long as Ax; and the second requires that it must be much shorter 
than X. It follows that necessarily Ax is much shorter than X. 

Thus the f amiliar actum ascnhahls to electric and magnetic fields 
in the radioMon is obtained only when the partible acted on is definitely 
located within a region much smaller than a wcme lengths 

The latter condition is satisfied, for example^ by the ©leqtrons in a 
wire held parallel to the dectric vector in long ele<?troma^etic waves. 
In such a wire alternating electric current is observed to be produced, 
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var3dng in phase with the electric vector. Ions in the upper atmos- 
phere acted on by such waves furmsh another example 

In such cases the magnetic field in the waves will also act upon the 
current or on the movmg ions. It thus comes about that the average 
result is a force in the direction of propagation of the waves This 
force effectively constitutes an example of light pressure, and it can 
be regarded as analogous to the Compton recoil that occurs under 
other circumstances; but here there is a continuous rather than a 
discontinuous action It might be thought that in such cases the 
photons are simply too small to be detected individually, but a better 
view is probably that in such cases there are no photons at all. The 
photon is thus an apparition that is evident under some circumstances 
but not under others 

The diffraction of X-rays by crystals is another example of vector 
action; here the phase relations of waves scattered by different atoms 
are involved, and in applying the mdeterminacy principle the scat- 
tering electrons must be regarded as attached to the crystal as a whole 
rather than to individual atoms. 

In intermediate cases it will be impossible to obtain clear-cut evi- 
dence either for the occurrence of photons and of Compton recoils, or 
for action by electric and magnetic vectors; the difference between 
these two modes of action will be more or less concealed under statis- 
tical variations which are closely related to the indeterminacy of 
motion of the particle. 

Thus we are in part prevented by indeterminacy of particle motion 
from even asking those questions concernmg the nature of radiation 
that are naturally suggested by classical lines of thought. It seems 
probable that these questions really have no complete answers, and 
that the radiation field cannot be pictured in the full space-time 
detail with which we form, for example, a picture of the waves on the 
sea. One kmd of picture is appropriate to one phenomenon, another 
kind to another phenomenon; but in no case can the picture be lined 
in completely without gomg beyond observable phenomena, and no 
one type of picture will cover all cases. 


SOME RECENT DEVELOPMENTS IN X-RAY SPECTROSCOPY 

Within the scope of this book, we cannot give the “latest word^' 
on any of the various ramifications of the subjects introduced. The 
selection of a few topics for very cursory discussion in this last part 
of the chapter on X-rays is, perforce, arbitrary. For an acquaintance 
with the many other interesting fines of current research in this field, 
the student is referred to the literature. 
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190. Multiple Ionization of Inner Electron Shells. — Our knowledge 
of the inner structure of the atom has been advanced greatly by work 
on such X-ray phenomena as satelhtes, line widths, and relative 
intensities of hues and the theoretical explanations of these phenomena. 
The explanations in question all involve atomic states characterized 
by the absence of 2 or more inner electrons.^ 

ip) Satellites or Second-order Lines . — It was perhaps fortunate that 
the spectral apparatus available to Moseley and the early workers 
did not have the sensitivity and resolving power of present-day 
spectrometers. The lines which they observed were the more intense 
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Fig 174 — The Ka doublet of Cu (29) with accompanying satellites The left-hand 
half of the curve is plotted on a scale 170 times larger than the right-hand half, and 
below it IS plotted the intensity due to the sateUites alone, obtained by subtracting the 
presumable intensity due to other hues as represented by the dotted curve. 

and more easily resolvable lines of X-ray spectra. These are the lines 
which are represented on the conventional energy-level diagram 
(Sec. 179) and were readily interpreted in terms of the extended 
Bohr theory of atomic spectra As we have seen, these lines are due 
to transitions between states of single ionization, and are colled first- 
order lines. 

With improvements in technique, many other lines were subse- 
quently discovered which did not fit into the conventional diagram. 
The majority of these lines were rather faint, were usually found close 
to and on the short-wave-length side of the more intense diagram^' 
lines, and hence were called ^^satellite” lines. A typical spectral 
curve of the satellite structure accompanying the Ka lines of copper 
is reproduced^ in Eig. 174. The satellites acconapanying the L^i, 

1 For a more detailed discussion than that given here see Bidhtmyer, Rev, 
Modem Fhys,, vol. 9, p. 391 (1937). 

2 Pabeatt, Phys, Rev , vol. 60, p. 1, (1936). 
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L/32, and Lyi lines for Ag (47) are designated by superscripts in Fig 154 
As illustrated in these figures, the satellite structure is observed to be 
very complex, containing numerous component Imes of various 
intensities. Most (if not all) first-order hnes are accompanied by such 
satellite structure, varying from line to line as well as from element to 
element. The total number of component satelhte lines now known 
far exceeds the total number of diagram lines. If such a confusing 
array of lines had been presented to Moseley and the other early 
workers, it is probable that progress in X-ray spectroscopy would have 
been much less rapid. 

In seeking a plausible interpretation of the origin of satellite lines, 
we may focus our attention upon such key characteristics as the 
following (1) the minimum excitation voltage, or, if the lines are 
observed in fluorescence, the minimum photon energy for excitation; 
(2) wave-length positions of the lines; (3) variation in the relative 
intensities of the satellite lines with the atomic number of the radiating 
material, or with the voltage and current in the X-ray tube. 

Because of the low intensity of the satelhtes, reliable experimental 
information on such characteristics is extremely difficult to obtain 
After several trials, however, the excitation voltage of certain satel- 
lites was definitely shown to be somewhat greater than the excitation 
voltage of the accompanying first-order or parent line.^ In the case 
of the type of X satellites that is illustrated in Fig. 174, the energy of 
excitation is found to be equal to the energy required to eject a K elec- 
tron and tn addition an L electron from the atom, the energies required 
to eject these electrons being calculated from the corresponding absorp- 
tion limits Hence, we may assume, as a working hypothesis, that 
the imtial state for the emission of these satellite hnes is a state of 
double lomzatioUf in which the atom has an electronic vacancy m 
both the K shell and the L shell. Such a state of the atom may be 
called a atomic state. In a similar way, other states of double 
ionization, such as KK, KM, LM, etc , should be possible.^ 

An atom in a KL state may undergo a radiative transition into any 
one of a number of other states of double ionization, e.g., KL — » KM 
(an electron dropping from the M shell mto the L shell), or KL — > LL 
(an electron dropping from the L shell into the K shell). Estimates 
of the atomic energy indicate that the loss of energy should be slightly 

^See, for example, Drutvestbyn, Z & its . /. J ^ hysik , voL 43, p. 707 (1927), 
Parratt, Phys. Rev., vol 49, p. 132 (1934); OosTm, KtJirBRS, and HtrnsiN'OA, 
Phyncaj vol 2, p 870 (1935). 

® This theory of satelhtes was proposed by Wentz#, Ann. d. Phys^, voh 60 
p 437 (1921) and modified by Dmyvesteyn, Z&ih. f, Phfsik, vol 43, p 707 (1927). 
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greater m the transition KL-^LL than in the diagram tiaiivSition 
which gives rise to the Ka lines; hence, the former tram 
sition should give rise to satellites close on the short-wave side of the 
Ka lines. Similarly, the transition KL-^LM should give rise to 
satellites on the short-wave side of the Kfi lines In a doubly ionized 
atom, the two vacancies would function spectroscopically in much the 
same way as would 2 valence electrons (Sec. 140). Furthermore, the 
vacancies may have different Z values corresponding to the various sub- 
shells, for example, the satellites associated with the La diagram line 
are assumed to originate in transitions between the levels Lm, Mtv or 
Lni, Mv (written compactly as Z/mikfiy.v) and the levels ikfivMiv, 
ikfivilfvj iifv-Zlfv (or il:frv,vilf"iv,v) • 

In this way we may explain the multiplicity of the observed satellite 
structures As far as it has been possible to make approximate 
theoretical calculations, the predictions of wave mechanics lend sup- 
port to the explanation just described for the origin of satellites ^ 

Some satelhtes have been reported which are believed to originate 
in transitions between states of tnply ionized atoms Thus, we may 
have sateUite lines of second and higher orders, in analogy with the 
vanous higher orders of optical ^ ^ spark spectra. The construction of 
an energy-level diagram for second- (or higher) order lines in X-ray 
spectra is extremely difficult, however, and in general, has not been 
accomplished either empirically or theoretically The theory of 
satellites has scarcely advanced beyond the qualitative stage, and 
it is entirely possible that some of these lines originate in some type 
of atomic process other than that just described ^ 

(5) The Auger Effect — In the discussion of satellites, we assumed 
the atom to be doubly ionized without considering how this state 
might be brought about. Presumably, it is possible for a cathode-ray 
electron to eject 2 electrons at once from an atom. If this is the 
origin of the doubly ionized atoms, theoretical estimates indicate that 
the intensity of satellites relative to the parent lines should decrease 
in a continuous manner with increasing atomic number Such a varia- 
tion with atomic number is found by experiment to hold for K satellites, 
z.e , those accompanying lines of the K senes, but not for Lot M satel- 
lites. The intmsity of the satellites accompanying the La line, for exam- 
ple, is observed to decrease rather abruptly as the atomic number increases 
from 47 to 50 and to increase again rather abruptly at about 75; between 

^ For diacusjsion and references, see Ricbtinyer and Eamberg, Phys voL 
51, p. 925 (1957). 

* See, Frcmh. Imt, vol. 208, p. 325 (1929); 

Rev., vol p. 187 (1935). 
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atomic numbers 50 and 75, La satellites are practically unobservable. 
This anomalous behavior as to intensity prevented for a time the 
universal acceptance of the Wentzel-Druyvesteyn theory of satellite 
origin. The difficulty was resolved when Coster and Kronig pointed 
out the importance, in this connection, of another physical process 
known as the ^^Auger effect.”^ 

Under certam conditions of energy, an atom in a state of single 
ionization may undergo spontaneously an Auger transition which leaves 
it in a state of double ionization. The electron released in such a 
transition is, in the final state, expelled from the atom and left with 
an amount of kinetic energy E given by 

E ^ E,- Ef, (312) 

where Ex is the initial energy of the singly ionized atom and E/ is the 
final energy of the doubly ionized atom This type of atomic transi- 
tion does not involve the emission of a photon and, therefore, is often 
called a ^^nonradiative’^ transition Nonradiative transitions are pos- 
sible, in general, only when an electron can be ejected from the atom; 
and for this to be possible it is necessary that E as defined by Eq (312) 
be equal to or greater than zero ^ 

Electrons ejected by such radiationless transitions were first 
observed by Auger, who detected the short, fat tracks made by them 
in the gas of a cloud chamber (Sec. 203) irradiated with X-rays ^ 

A great many possible Auger transitions may occur satisfying 
Eq (312), starting from a given initial state, and, furthermore, many 
different imtial states are possible To illustrate a particular transi- 
tion, suppose Ex refers to the Li state of an atom of atomic number Z, 
i e j Ex is the energy of the Li absorption limit If the final state for an 
Auger transition is LmMiv, the value of Ef is the sum of the energies 
required to remove, first, an electron from the Lm shell and, then, a 
second electron from the Mr/ shell. Of these two energies, the first 
is that correspondmg to the Lm absorption limit of the atom of atomic 
number Z ; the second is practically equal to the energy corresponding 

^ CosTEE and Kkonig, Physica, vol 2, p 13 (1935). 

^ For the benefit of students who may later study wave mechanics, it may be 
remarked that atomic states from which an Auger transition is possible do not 
represent true stationary states, or quantum states, of the atomic system. The 
atom in such a state cannot be represented by a ^ function of the type of that 
written in Sec 120 but must be represented by a ^ or wave packet (Sec 111) of a 
slightly more general form As time goes on, ^ changes, slowly or rapidly, into a 
form representing an additional electron of the atom as free and the others as 
remaining in the atom, which is m a new state of higher ionization. 

^ Augee, Compies Rendus, vol 180, p 65 (1925). 
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to the Miv absorption limit of an atom of atomic number ^ + 1, 
since the absence of the Lm electron mil cause the atomic field acting 
on the Miy shell of electrons to resemble more closely that in an atom 
of nuclear charge increased by unity Hence, as a good approxi- 
mation, we may write as the energy equation for the transition 
Ll — > LiiiMjy 

E = {Eli)z ““ {Eiiii)z — {Emiy)z+i> (313) 


Clearly, nonradiative or Auger transitions provide a means by 
which an atom can leave a given atomic state without emitting a 
photon, and also a means whereby atoms singly ionized by cathode-ray 



Fig. 176 — Coster-Kromg diagram for the L satellites, curves showing v/R value 
of the Ll — Liii energy difference for an atom of atomic number m comparison with 
the binding energies of Miy and My electrons in atoms of atomic number 2/ + 1. 


bombardment may automatically become doubly ionized The 
Auger transition described m the preceding paragraph, if it occurs, will 
(1) weaken the L lines that start from the Li atomic state by decreasing 
the number of atoms in that state, and (2) increase the intensity of 
the accompanying satellite lines that start from the LuiMiy states. 

In order that the Auger transition Li LinMiv may occur, the 
right-hand member of Eq (313) must be zero or positive, for E cannot 
be negative. In other words, we must have 

(Ell — ELm)z ^ (Emiy)z-{-i- (314) 

The range of elements for which this condition is satisfied can be 
determined from a table^ of the Ift Fig, 175 axe plotted 

> SiBOBAHN, he Ott. 
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values of the two members of Eq (314) and of the similar equation for 
the transition Li LmMv, as functions of Z It is evident from 
the figure that the Auger transitions m question are possible for Z < 50 
and for Z > 75 (about) These are just the regions of Z for which the 
intensity of the La satelhtes is anomalous Hence, if we suppose that 
few atoms m the states LmMiv,v are produced directly by the cathode- 
ray bombardment, so that such states are produced chiefly by Augei 
transitions, the peculiar behavior of the La satellites as to intensity is 
explained. 

In a similar way, the Auger effect involving other nonradiative 
transitions has served to explain other anomalies of satellite intensity. 

The second effect expected to follow from the occurrence of Auger 
transitions is that lines for which Li is the initial state should be 
weakened and, hence, should undergo a rather abrupt change in 
intensity at 2 = 50 and Z = 75 (about) This effect, also, has been 
observed experimentally, as well as similar Auger effects on other 
lines ^ 

Finally, it may be mentioned that the Auger effect furnishes an 
explanation, which cannot be discussed further here, of the great 
broadness of all lines except those of the K series ^ 

191. X-ray Spectra and the Outer Part of the Atom. — The usual 
emphasis in the study of X-ray spectra is on phenomena involving 
inner atomic structure. It is possible largely to ignore concurrent 
changes that may occur in the outer part of the atom because these 
changes have relatively little effect upon the energy levels arising 
from vacancies in the innermost shells Certain finer features of 
X-ray spectra, however, involve in their explanation a consideration 
of the outer part of the atom, or even, in a solid, of the surrounding 
material Only the comparatively simple case of a gaseous substance 
will be discussed further here. 

Emission spectra from gaseous atoms have not been studied in 
sufficient detail to reveal the effects of transitions involving the outer 
part of the atom because of the extremely low intensities of such 
spectra, but several absorption spectra have been observed in which 
such effects are noticeable. 

In our discussion of the absorption of X-rays in Sec. 178(6) and 
elsewhere, it was always assumed that, when an X-ray photon is 
absorbed, an electron is removed entirely from an atom of the absorb- 

^ Cooper, J N , Cornell Dissertation; Phys. Rev , vol, 59, p 473 (1941) 

* Cf Richtmyer, Barnbs, and Rambbro, PhyL Rev , voL 46, p. 836 (1934) ; 
Parratt, Phys. Rev , vol 54, pj 99 (19,38); Coopm, Phye. Rw., vol 61, p* 234 
(1941), 
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mg material If the material is gaseous, however, it should be pos- 
sible for the electron to stop in some outer vacancy in the atom In 
this case the absorbed energy hv would be less than if the electron 
were removed to infinity 

Wave mechanics furnishes the following basis for a theory of such 
transitions With an electron removed from an inner shell, the ion will 
be surrounded by a field, due to the nucleus and the remaining elec- 
trons, which mH approximate that of a hydrogen nucleus. For an 
electron moving in this field, there will exist a discrete set of quantum 
states, with associated wave functions The field can be regarded as 
the extension outside of the atom of the equivalent central field that is 
introduced m the zero-order stage of perturbation theory (Secs 118 and 
120) The electrons remaining in the atom can be regarded as occupy- 
ing the innermost electronic quantum states in 
this field, leaving all the rest of them unoccupied. 

It should, therefore, be possible for the electron 
that IS removed from an inner shell, instead of 
proceeding to an indefinite distance, to stop in 
one of these unoccupied outer states. 

According to this theory, we are led to expect 
that, instead of a single atomic level, such as the 
K level, as hitherto described, there would be a 
closely spaced sequence of energy levels, as sug- 
gested in Fig. 176 The uppermost of these 
discrete levels represents removal of the electron 
into a state of rest at infinity and is thus a level 
belonging to the ionized atom The frequency 
vk corresponding to such removal of an electron from the K shell 
might be called the 'photoelectric absorption limit for a gaseous absorber 
The lower-lying levels, corresponding to states in which the electron 
removed from the K shell remains attached to the atom in one of 
the outer, previously unoccupied electronic quantum states, corre- 
spond to states of the neutral atom (and are sometimes called reso- 
nance levels). Above the absorption limit there lies then the further 
continuum of levels representing energies sufficient to ionize the atom 
and to leave the ejected electron with an excess of kinetic energy. 

A graph of the absorption coefficient should show, therefore, the 
well-known photoelectric absorption extending toward higher fre- 
quencies from the K photoelectric absorption edge, which is associated 
with ionization of the atom, and, in addition, on the long-wave side 
of this edge, a series of ateorption lines, each ari^ng from atomic 
transitions into one of those lower-lying atomic levels of the neutral 
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atom which have just been described; the absorption edge would con- 
stitute the series hmit for these lines The lines should be very closely 
spaced and observable only with a spectrometer of very high resol vmg 
power; for the energy differences between the levels should be of the 
same order of magmtude as the differences between the ordinary 
optical levels, t e , a few electron-volts or less. The spacing of the 
levels that are associated with a vacancy in one of the inner shells of 
an atom of atomic number Z ought, in fact, to be almost the same as 
that of the ordinary optical levels for a neutral atom of atomic number 



Fig 177 — The K absorption edge of argon and its interpretation in terms of a senes 
of resonance lines and the continuous photoelectric K absorption band {lUustraiion 
furnished hy courtesy of Prof, L, 0, ParraU ) 


-Z 1 ; f or the number of electrons in the outer part of the atom is the 
same in the two cases when the vacancy is assumed to be occupied by 
an additional electron, and the modification of the electronic motion that 
results from the removal of an inner (negative) electron should be 
almost the same as that caused by an increase of the (positive) nuclear 
charge by 1 unit. A similar structure is to be expected at all of the 
absorption limits. 

In Fig 177 is shown an absorption curve for argon near its K 
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limit/ as observed with a spectrometer of very high resolving power. 
There is clear evidence of the type of resonance absorption structure 
just described, but the absorption hnes are so broad that there is great 
overlapping The electronic configuration for argon (Z = 18), 
Is22s22p®3s23p®, will be altered m nonionizing absorption to Is2s22p®“ 
a p state being the only kind to which an electron can change 
from a Is state in accordance with the selection rules. The spacing of 
the atomic levels under discussion will thus be almost the same as that 
of the optical P levels of potassium (Z = 19) Hence, if we ascribe the 
most intense line in Fig. 177 to the electromc transition Is — » 4p, 
we can locate the positions of the other resonance lines and of their 
series limit by using the known optical P terms for potassium. The 
photoelectric absorption edge should have a finite ^ ' width when 

observed with such high resolving power; theory indicates that the 
shape should be given by an arc-tangent curve, whose width is due to 
the same factors that cause the width of each of the absorption lines 
and also of the emission hnes.^ The theoretical absorption edge is 
drawn in the figure as the left-hand dotted curve, centered at the 
position of the P series limit. 

192, X-ray Spectroscopy of Solids. — ^As mentioned in the previous 
section, the arrangement of the electrons in the outer part of an atom 
must undergo considerable alteration when the atom is forced into 
close proximity with many other atoms, as in a solid Consequently^ 
we may expect the observed structure of absorption edges for atoms in 
a solid to be materially different from that found for a gaseous absorber. 
Nevertheless, some type of resonance absorption is to be expected. 
Just as an interpretation of a curve such as that in Fig. 177 may pro- 
vide us with information about the structure of a free atom, so may 
an mterpretation of an absorption curve for a solid absorber reveal 
information about the basic structure of a solid. Furthermore, with 
a solid target in the X-ray tube, we may study also the emission 
spectra involving the outer part of solid atoms and thus supplement the 
information obtained from the absorption curve. Based on experi- 
ments and studies of this sort, with such help as can be derived from 
an application of wave-mechanical theory, a sohd-^state spectroscopy is 
being developed. 

A typical absorption curve for a solid absorber, showing the K 
regions for chlorine and for potassium is reproduced® in Fig 178. 

1 PAKB 3 .TT, PhyB. Rev,, voL 96, p. 295 (1936). Eesonance absorption structure, 
also found for polyatomic gases, was first identified by Kossel, ZmU, f Phystk, 
voL 1, p. 119 (1920), 

» reference no. 2. on p. 536. 

» Trischka, Phys, Rev,, vol, 67, p. 318 (1945). 
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It was obtained by passing a beam of X-rays through a thin film of 
KCl, which was prepared by evaporation and was estimated to be 
about 35,000 angstroms thick. The curves show obvious mdications 
of resonance absorption, but no distmct Imes stand out. Wave- 
mechamcal considerations mdicate that after an electron has been 
removed from the interior of an atom it iviU have an electronic wave 
function that represents it as belonging to the entire solid rather than 
to an individual atom, and that the energies associated with such 
transitions are distributed over broad bands of energy instead of being 
confined to a discrete set of values The theory of solid-state spec- 



Fig 178 -^Absorption curves in two regions containing the K edges of chlorine and 
of potassium, respectively, brought into superposition for purposes of comparison by a 
shift of the wave-length scale (Here XU denotes 10"'^^ cm.) The abscissa represents 
the photon energy hvm ev. The ordinate represents m the factor to which the 
transmitted intensity is proportional, x denoting distance along the beam (After 
Trischha ) 

troscopy has not developed, however, to the point that we can make a 
clear interpretation of the details of the observed structure of the 
absorption spectrum. For example, we cannot locate unambiguously 
the wave length of the photoelectric absorption edge of a solid absorber. 
The most fruitful work in emission in solid-state spectroscopy has 
been in the long-wave-length region,^ from 5 to 200 A. Spectrographs 
using a mica crystal were employed to about 20 A and a grazing- 
incidence ruled grating for X > 20 A, In such work, one studies, 
in particular, the X-ray emission lines that involve transitions of the 
atomic valence electrons, which have now come to belong to the 
solid as a whole. The effect of the interaction with neighboring 
^ Skinneb, Fhys Soc , Reports^ vol. 5, p. 257 (1939), aad referenow. See, 
however, reports by J. A. Bearden and collaborators, vol, 58, pp, 387, 

396, 400 (1940). 
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atoms IS equivalent to replacing the sharp levels of the free atom by 
bands of various widths Levels associated with vacancies deep in 
the interior of the atom, such as the K levels in the heavier atoms, are 
only very slightly broadened At the opposite extreme, levels asso- 
ciated with changes in the outermost atomic electrons are converted 
into broad bands of allowed energies. Thus the higher lines (short- 
wave lengths) in the series of X-ray lines, as they are observed when 
emitted by free atoms, become replaced in the solid by broad emission 
bands, which may overlap These bands are emitted when valence 
electrons associated with the solid as a whole drop into vacancies 
produced by cathode-ray bombardment in the interior of atoms. The 
shape of such emission bands will be characteristic of the structure of 
the sohd and may furnish information in regard to that structure. 

Lack of space prevents an adequate treatment of this interesting 
development in X-ray spectra, but, to cite one conclusion, the Fermi- 
Dirac energy distribution of the valence electrons in a metal (Sec 53) 
seems to be confirmed by studies of the shape of the X-ray bands that 
are emitted in the valence — > L’’ electronic transitions for aluminum.^ 

1 Cady and Tomboulian, Phys, Rev , vol 69, p 381 (1941), and references there 
given 



CHAPTER XI 
THE NUCLEUS 

In Chap. VI, we referred to Rutherford's experiments on the 
scattering of a particles and to the hypothesis of the nuclear type of 
atom which these experiments suggested. This was the first evidence 
for the existence of nuclei within atoms. The subsequent develop- 
ments of quantum theory and its use in explaining the origin of spectral 
lines confirmed Rutherford’s hypothesis and gave some information 
concerning the mass and the charge of the nucleus. Practically the 
entire mass of the atom is contained in the nucleus, and its charge is 
equal to Ze, where Z is the atomic number of the atom and e is the 
numerical value of the charge on an electron. The data furnished by 
ordinary spectroscopy and by chemistry yielded little additional 
information Subsequently, however, new lines of attack were devel- 
oped, and at the present time our knowledge of the nucleus is well 
advanced Progress has resulted from work in several fields: (1) 
radioactivity, natural and artificial; (2) the precision measurements 
of the masses of atoms by means of the mass spectrograph; (3) artificial 
transformations or transmutations of nuclei by bombardment with 

(а) particles from radioactive substances, or (6) high-speed protons 
or other charged particles produced by laboratory methods, or (c) 
neutrons, or (d) 7 -rays; (4) spectroscopic investigations in the visible 
and the ultraviolet regions, which yield evidence regarding (a) the 
angular momentum or '^spin” of the nucleus and its magnetic moment, 

(б) the relative masses of certain isotopes and, in a few cases, (c) the 
existence of certain isotopes, the presence of which had escaped detec- 
tion by the mass spectrograph; (5) the direct measurement of nuclear 
magnetic moments by means of the molecular-ray methods devised 
by Rabi (Sec. 150) In this chapter, we shall give a brief survey of 
some of these fields and of the information obtained concerning the 
structure and the properties of atomic nuclei. 

THE MASSES OE ATOMS 

193. Positive Rays. — Measurements of the masses of atoms are 
made by observing the deflection produced on positively charged ions 
of the substance under study by the combined action of an electric and 
a magnetic field, the methods used being similar to that by which J. J. 

542 
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Thomson first measured the value of e/m for electrons. These positive 
ions m motion are frequently called positive rays. Three sources of 
positive rays are customarily employed: (1) the canal rays (see Sec. 149) 
originating near the cathode of a tube containing gas at a low pressure 
through which an electrical discharge is passing; (2) the positive ions 
emitted by salts when heated^ under certain conditions; and (3) posi- 
tive ions resultmg from the vaponzation m the discharge tube of the 
substance under study. The first source is used in studying those 
substances which can be conveniently introduced mto the discharge 
tube in gaseous or vapor form; the second and the third when the 
substance is available only in the solid state. 

The apparatus employed by J J Thomson for the study of positive 
rays® is shown diagrammatically in Fig 179. 5 is a large discharge 



Fig. 179. — ^Thomson’s positive-ray spectrograph. 


tube, the cathode K of which is perforated with a very small hole 
through which pass the positively charged particles originating 
in the region immediately in front of K. These particles emerge 
from the opposite end of jFl as a narrow bundle of canal rays, the 
velocity of which depends on their charge and mass and on the poten- 
tial V applied to the tube. JJ is a waterj acket for cooling the cathode. 
Ml and Mz are the poles of an electromagnet, of which Ai and A 2 are 
the soft iron pole pieces electrically insulated from Mi and M 2 by 
insulating strips L Thus Ai and A 2 can be maintained at any 
desired potential difference, so that in the space between Ai and A 2 
we may have a magnetic field and, parallel thereto, an electric field 
A positively charged particle moving from left to right in this space 
will experience a deflection in the plane of the paper, due to the 
electrostatic field, and at right angles to the plane of the paper, due to 
the magnetic field. After leaving the space between Ai and A 2 , the 
deflected particle moves in the field-free, evacuated space inside the 

1 See RbimanK, A. L., ‘^Thermiomc Emission,” 1934, Chap. VI 

*See Thomson, J. Jt, Positive Rays of Electricity,” 2d edw, 1921; Aston, 
E. W*, *‘MasSHS|)ectra and I^topes,” 1933. 
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‘^camera’’ C and falls on the photogiaphic plate PP Thomson found 
that the plate, after development, showed a series of parabolas. 

Let a particle, as it enters the space A1A2, be moving with velocity 
V, initially parallel to and coincident with the a;-axis of a system of 
rectangular coordinates with origin in the space A1A2. Let the mass 
of the particle be M and its charge E Also, let F and H be, respec- 
tively, the electrostatic and the magnetic fields, and S the length 
of the path through the fields, it being assumed that the fields are 
constant over the length S and that they terminate sharply. As a 
result of the passage through the field during a time S/v, the particle 
will experience a defiection y' (from the x-axis), due to the electric 
field, given by 



and a similar deflection z ' m the z direction due to the magnetic field, 
assuming that the deflection is small compared with the radius of the 
circular path, given by 

, IHEvfsV 
^ ^ 2 M\v)' 

(Electromagnetic units are assumed throughout ) After leaving the 
fields, the particle moves in a straight line. If the distance of the 
photographic plate PP from the space A1A2 is large compared with 
the length of the path S, the point where the particle strikes the plate 
will have coordinates y and z which are, respectively, proportional 
to y' and z' The relation between y and z will be, therefore, the 
same as the relation between y' and that is obtained by eliminating 
V from the last two equations, viz , 


z 


2 = 


C 


K.E1 

M F^’ 


where C is a constant depending on the dimensions of the apparatus 
This is the equation of a parabola. Accordingly, particles having 
various velocities v as they enter the field space AiAi, but having the 
same ratio E/M, should make a parabolic trace on the plate, as 
Thomson found. For the same value of the fields H and F, particles 
with different ratios of E/M should produce on the plate different 
parabolas. The fact that the traces found by Thomson were reason- 
ably sharp indicated that htoms of a given kind aJl have the same 
mass 

By a systematic study of tiie relative ppsitlohs of the various 
parabolic traces appearing on a series erf plates, Thbmson was able to 
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determine the origin of the traces Traces due to H+, 0"^, Of, 

CO"^, etc., were identified. Knowing the masses of these standards,” 
the masses of atoms producing other traces could be determined 
Thomson found that when neon, atomic weight 20 18, was introduced 
into the discharge tube, instead of a single trace, there were two traces 
corresponding to atomic weights 20 0 and 22 0. This suggested 
that there are two kinds of neon atoms, one having atomic weight 
20 0 and the other having atomic weight 22 0 A direct method was 
thus made available for measuring the masses of atoms This method 
was rendered more precise by Aston, whose ^^mass spectrograph” has 
very greatly extended our knowledge of atoms. 

194. The Mass Spectrograph, (a) Aston^s ^‘Mass Spectrograph ” 
Aston's improvements^ in the methods of positive-ray analysis con- 
sist (1) in securing greater dispersion and (2) in bringing all ions with a 
given ratio E/M to a focus (instead of spreading them out into a 



Fig 180 — Diagram of the arrangement m Aston^a “mass apeotrograph.” 

parabola), thereby securing greater sensitivity The principle 
employed is represented in Fig. 180. The positive rays from a 
discharge tube (not shown) pass through a narrow slit St in the 
cathode, thence through a second slit Sn, from which they emerge 
into the space between the metal plates Pi and P 2 between which 
can be maintained an electric field of any desired intensity. This 
field causes a deflection of the particles toward P 2 , the amount of the 
deflection being greater the less the velocity of the particles. Since 
the positive-ray stream contains a wide range of velocities, the stream 
will be broadened as it passes through the field, the more swiftly 
moving ions passing through the wide slit Sb on the side a and the more 
slowly moving ones passing on the side 6. After leaving this 
diverging stream of ions enters a magnetic field at right angles to 
the plane of the paper, maintained between the circular pole pieces M 
of an electromagnet. This magnetic field causes deflections, as 
shown, the more dowly moving ions being deflected more than the 

^ Aston's earlier papers are found in the FMt Mag,, vols- B8-49 (1919-1925); 
$m ^so voL ll§, p^ (1925); Tpi 117, p. SM (1926). An aoooumt of the 

subjeet is given in Aeton, of, 1 
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faster ones, the result being that when the ions emerge from the 
magnetic field they are moving in converging directions in such a way 
that they are brought to a “focus” at some point L. It turns out 
that, with suitable design of the apparatus, the locus of the pomt 
L for ions having various ratios of E/M is nearly a straight line. 
Consequently, a photographic plate placed in position PP wiU record 
a number of “lines,” each corresponding to a particular value of the 
ratio E /M. In part from the known dimensions of the apparatus, and 
in part by introducmg mto the discharge tube certain known sub- 
stances— Hs, O 2 , CO, CO 2 , etc —as cahbratmg standards, the masses 
of other ions can be determined. 

With this instrument Aston confirmed the existence of two kinds 
of neon atoms which differ from each other only in havmg different 
masses, these masses being very nearly the mtegers 20 and 22, respec- 
tively, when the mass of the oxygen atom is taken as 16.00. Similarly, 
when chlonne is introduced into the tube, no line is observed which 
corresponds to the chemically determined weight of chlorine, viz , 35 46, 
but, instead, there are two Imes corresponding very nearly to the 
integral values 35 0 and 37.0, the former being the more intense line 
There are, thus, two kinds of chlonne atoms differing from each other 
in atomic weight but being, at least approximately, identical regarding 
all their other chemical and physical properties Hence, they are called 
isotopes ^ Ordinary chlorine is a mixture of these two kinds of atoms, 
in such proportion that the average mass per atom of a large number of 
atoms — ^which is the mass given by chemical determinations — is 35 46 

In order to investigate whether the masses of atoms are exactly 
proportional to whole numbers as suggested m the preceding para- 
graph, Aston redesigned and refined his apparatus^ so as to obtain a 
resolving power of 600 and an accuracy of the order of 1 in 10,000. 
It was then found that there are small, though very significant, depar- 
tures from the whole-number rule. The masses of atoms are very 
nearly, but not quite, mtegers, taking the mass of the oxygen atom as 
16. For example, whereas with his first mass spectrograph Aston 
found that the masses of the 2 isotopes of chlorine were 35.0 and 
37.0, respectively, with the more accurate instrument these masses 
were found to be, respectively, 34.983 and 36 980. We shall return 
to this point presently. 

(6) Dempster’s Method. — Dempster's method of measuring the 
masses of atoms differs from Aston’s in that (1) the photographic 
plate IS replaced by an electrical method of measurement and (2) the 

1 From Zsos, equal, and t6tco^j place (m the periodic table), 

* Aston, Roy Soc , Proc , vol 115, p. 487 (1927) » 



Sec 194] THE MASS SPECTROGRAPH 547 

disposition of the electric and magnetic fields is materially different. 
His apparatus^ is shown schematically in Fig. 181 An electrically 
heated metal cylinder A, which serves as anode, has on its front 
surface / a salt of the element under study. This heated salt is 
bombarded by electrons from the hot wire ww^ which is heated by the 
battery Bi, the wire being maintained at a potential difference Fg of 
—30 to —60 volts with respect to A by means of the battery 
Dempster found that, when so bombarded, the anode emitted posi- 


Q 



C 

Fig. 181 — Dempster’s “mass spectrograph ” 


tively charged ions These ions, after passing through the slit Si, are 
accelerated toward the slit by means of the potential difference Vz 
of some 800 to 1,000 volts. On emerging from the slit S 2 , the ions 
enter the space dbcdef in which is maintained a uniform magnetic 
field, perpendicular to the plane of the paper, by means of which 
the ions are caused to move in a circular path toward the slit S 3 , the 
radius r of the circle being determined by their velocity v as they 
enter > 82 , their mass M, and charge F, as well as the intensity of the 
magnetic field H, according to the well-known equation 

Mv^ 

HEv - — • 
r 

Ions that move in circles defined by the three slits ^ 2 , and Sa 
pass through Sa and fall upon the metal plate p, which thus acquires 
a positive charge at a rate which can be determined by the electrometer 
E, For a given ratio of E/M and field the value of r and, therefore, 
of the current I registered by the electrometer depends on the potential 

iFor Dempster^s articles, $eeP%a, voL 11, p, 316 (1918); voL 18, p. 415 
(1921); vGl. 20, p. 631 (1922). 



548 


THE NUCLEUS 


[Chap XI 


difference Vz. A curve plotted between / and V z shows shai p maxima, 
each of which corresponds to a definite value of EfM In part, fiom 
the known constants of the apparatus and, in part, by use of known 
ions, Dempster was able to identify these maxima with definite ions 
When employing a salt contaming lithium, Dempster found two 
maxima in the neighborhood of the atomic weight of lithium, 6 94, as 
shown in Fig. 182, in which the abscissas are the values of M, the 
computed mass of the ion, as determined semiempirically from the 
constants of the apparatus The one maximum A corresponds within 



Fig- 182 — The isotopes of lithium, as measured by Dempster The current scale for 
curve B is five times as large as for A 

the limits of error of measurement to atomic weight 7 00; the maximum 
B corresponds to 6 00 There is no indication of atoms of lithium 
with weight 6.94, the chemically determined atomic weight of lithium, 
which is indicated in Fig. 182 by the dotted line. By this method 
Dempster analyzed a number of elements — magnesium, lithium, 
calcium, and zinc — and found them to be made up of isotopes the 
masses of which are very nearly integers in terms of the mass of the 
oxygen atom as 16. 

(c) Bainbndge^s Method. — Recently, Bainbridge^ has devised a 
mass spectrograph of high resolving power and precision, which has 
the great advantage of a linear noass scale. The apparatus is shown 
diagrammatically in Fig. 183. Positive ions, from a source not shown, 
enter through slit Si the space between the slits and Between 
Si and S% is maintained a potential difference of several thousand 
volts. Ions of various velocities, masses^ and charges pass through 
^ Bainbkidge, FranJc Inst , J , vol. 215, p. 509 (19S3), 
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slit Sz into the velocity selector between and Sz, in which there 

are crossed electric and magnetic fields, both perpendicular to the line 

joming Sz and Sz The electric field is produced by maintaining the 

plates Pi and P 2 at a fixed potential 

difference, the magnetic field, by an 

electromagnet, not shown If F is 

the electric field and H the magnetic 

field, then only those 10 ns will pass ^^2 

through Sz which possess a velocity v p p 

given by jLI 1 — 

FE = HEv 


where E is the charge on the ion All y 

other ions will be bent from the recti- 

linear path and will be lost from the 183 — Bambndge’s itiahs &po(- 

beam After passing >§ 3 , the ions trograph 

enter a uniform magnetic field at right angles to the plane of the 
paper. In this field they travel in circles of radius R such that 


p - LK - HK 

HE H^E' 

After traversing a semicircumference, the ions fall upon a photographic 
plate, leaving traces (lines), the position of which depends on the 
I , , ratios M/E. It is readily seen that, 

for ions having a given charge JSJ, M 

I I I m I is proportional to f?, and hence the 

p"*' /^ / f \ \ ‘ ‘ mass scale is linear. Figure 184 shows 

I \ '4 ^'iBass spectrum'^ of germanium 

’ [M taken by Dr. Bambridge. 

196. Isotopes, (a) Isotopes of the 
Fm spectrum of Elements,— All of the 92 familiar ele- 

73, 74, 70 (From a prin^ UndLy ments have now been analyzed by 
fumUhed by Dr Bainbridye.) means of the mass Spectrograph. As 

has been implied in previous statements, the atomic weights of the 
individual isotopes are commonJiy expressed on a scale on which the 
neutral atom of the most abundant isotope of oxygon has a wei^t exadly 


Fio 184,--"Th@ maes spectrum of 
Oe(32), showiug the isotopes 70, 72, 
73, 74, 70 (From a privd Undly 
furnuh$d hy Dr Ba'Mridge.) 
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equal to 16; such weights are called isoto'p'ic weights^ or isotonic masses. 
They are found to be within 0.1 of an integer. This integer is called 
the mass number of the isotope in question, often designated by A. 
Atoms (or nuclei) having the same mass number A are called isobars 
of each other; if Z is likewise the same, they are also called isomers. 

To indicate a particular isotope of an element, the mass number 
is commonly added to the chemical symbol as a superscript; the 
atomic number may also be added as a subscript, preferably preceding 
the symbol, thus: 

(sometimes J^N). 

Confusion is thus avoided with the ordinary use of the subscript m 
compounds; e g., the deuterium molecule is iH|, whereas is a 

molecule containing 1 atom of ordinary hydrogen and 1 of deuterium 
(or heavy hydrogen, mass number 2) 

The mass umt on the 0^® = 16 scale, or one-sixteenth of the mass 
of an 0^® atom (including its 8 electrons), may be called the atomic 
mass umtj abbreviated as am.u. Its equivalent in grams is with 
sufficient approximation equal to the reciprocal of Avogadro^s number 
(Sec. 42),^ hence, 

1 a m u. = (6.023 X lO^^)-! = 1.660 X lO^^^ gram. (315) 

The isotopic weight or mass of an atom represents its mass expressed 
in atomic mass units 

A table of the known isotopes that occur naturally is given m 
Appendix I. Several of them were discovered spectroscopically (e g , 
H^, 0^^, 0^®). The relative abundance of the isotopic con- 

stituents of each element is shown in column 5. This can be deter- 
mined either by comparing areas under such curves as those in Fig. 
182 (allowing for any difference of scale) or from the intensities of the 
^^line^' produced on the photographic plate in the mass spectrograph.^ 
Thus chlorine has been found to contain 75 4 percent of and 
24 6 percent of CP^; silver is 51 9 percent Ag^^^ and 48 1 percent 
Ag^'^^ Many isotopes are normally present only in very small 
quantities. A study of calcium with the mass spectrograph revealed 
the presence, in addition to masses 40, 42, 43, 44, and 48, of an isotope 
with A = 46, forming about 0.0033 percent of ordmary calcium.® 

^ Stnctly speaking, (315) gives the weight of an atom of atomic weight unity 
[cf Eq (316) below], but there is no difference to the number of figures shown. 

2 For method, see Aston, Roy, Soc., Proc , vol 126, p. 511 (1930), 

3 Nier, Phys. Rev , vol. 53, p. 282 (1938) 
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The atomic masses as given refer to the neutral atom and include, 
therefore, the masses of the circumnuclear electrons. 

A glance at the table in Appendix I reveals a number of intriguing 
features m the distribution of isotopes as a function of atomic number. 
For some 17 of the 92 elements, only a single isotope is known {e g , 
Be, F, Na, Al, P, I, Cs, Au, Bi) ; and all but one of these elements (Be) 
have odd atomic numbers For other elements, especially those of 
efven atomic number, many isotopes are known, eg,, as many as 10 
for tin {Z = 50) Furthermore, isotopes of odd mass number tend 
to be both less numerous and less abundant m nature. Reasons for 
such features in the distribution of isotopes should be furnished by an 
adequate theory of nuclear structure We shall return to this point 
later (Sec. 209). 

For future use, the values of several other masses m terms of 
atomic mass units may be noted at this point: 

Electronic mass m == 0.00055 a m.u ; 

Mass of proton == 1.00758 a m.u.; 

Mass of neutron = 1.00893 a m.u 

The electronic mass is found by dividing the mass of a hydrogen 
atom or 1.00813 by 1,837 (Sec. 97) 

The mass of the proton is the mass of the hydrogen atom less the 
mass of 1 electron. The mass of the neutron is quoted here from Sec 
205, 

(6) Isotopic Constitution and Chemical Atomic Weight — The 
atomic weight employed by the chemist obviously represents] the 
average relative weight of the atoms in the mixture of isotopes with 
which he ordinarily works, or the average isotopic weight of this mixture. 
The atomic weight of oxygen is arbitrarily taken to be 16. 

Oxygen, however, long thought to contain only the atom 0^^, was 
later found to contain also minute traces of 0^^ and 0^®; the masses 
of the latter, referred to 0^® as 16 exactly, are, respectively, 17 0045 
and 18.006. The average mass of the atoms in the normal oxygen 
mixture on the 0^® = 16 scale is about 16 0044, as may be determined 
from the data given for oxygen in Appendix I., Thus, the atomic 
weight Me for any isotopic mixture is related to Mx, the average 
isotopic weight of the atoms in the mixture, by the equation 

“ 16.0044^’ 

As an examj^, ordinaary lithium has been found to consist of 7.5 
percent of li*, with an isotopic weight Mi = 6.0169, and 92 6 peroent 
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of Ll^ toi which == 7 0180; from these data, its aveiage isotopic 
weight IS readily found to be M^ = 6 943 The chemical atomic 
weight ^nll be a little smaller, vtz , Me = 6 941 This agrees excel- 
lently with the value of 6.940 measured chemically. 

In this way the chemical atomic weights of a number of the elements 
have been calculated from the measured relative abundance and 
masses of their respective isotopes ^ The results are shown m column 
6 of Appendix I. For comparison, the directly observed chemical 
atomic weights are shown in column 7. The agreement is seen to be 
excellent 

(c) Separation of Isotopes — Chemically, the isotopes of a given 
element are almost or quite indistinguishable, since chemical properties 
depend primarily upon the nuclear charge and are httle affected by the 
nuclear mass. The same statement must be true, in general, of physi- 
cal properties, for these are mostly determined by the force fields 
surrounding the molecules, which depend in turn upon the number of 
electrons in the molecule and the electrical charges on the nuclei but 
are little influenced by the nuclear mass One exception, of course, 
is the density, which must be nearly proportional to the isotopic weight 
Any method for the separation of isotopes, therefore, must be based 
either directly on the difference in nuclear mass or on the utilization 
of very shght differences in other molecular properties. 

The mass spectrograph constitutes the most obvious means for 
separating the isotopes of the elements. By replacing the photo- 
graphic plate PP m Aston^s apparatus (Fig 180) by suitably disposed 
slits, we should be able to collect one kind of neon atoms, say, in one 
compartment and the other kind in another. Or, many kinds of 
atoms might simply be collected as deposits on a metal plate. In 
this way fairly pure samples of Li® and Li^ have actually been obtained, 
and, during the years 1945^6, an improved form of the method was 
employed, by dmt of great effort, to separate from in consid- 
erable quantities.^ 

Several other methods of separating isotopes have been employed 
with some success. In the case of hydrogen, where one isotope is 
twice as heavy as the other, electrolytic separation happens to be 
very efficient, and this method is now employed on a large scale in 

1 See Aston: Roy, SocjProc.j vol 126, p. 511 (1930); voL 130, p, 302 (1931); 
vol. 132, p. 487 (1931), Hahn, Fl^goe, and Mattaitch, Phys* Zata.j voL 41, p. 1 
(1940) 

2 Smythe, H D , a General Account of the Development of Methods of Using 
Atomic Energy for Military Fm:pom& under the Axx^mm of the United States 
Government, 1940-1945,’^ Mneeton Umversity, 194^. 
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the production of heavy hydrogen, The isotope is evolved, 
m proportion to the amount present, five times^ as fast as thus, 
if a large volume of water is almost completely electrolyzed, the small 
residue remaining is almost pure heavy water, H|0 

Another method, applicable to any gaseous element, is that of 
diffusion through a porous barner composed of unglazed baked clay 
or similar material. The lighter molecules diffuse through the barrier 
faster in inverse proportion to the square root of the mass By oper- 
ating many diffusion stages suitably connected together, G. Hertz 
and others have been able to effect almost complete separation of 
neon into its isotopes. With use of a light gas containing carbon, this 
method can be made to yield several milligrams of the rare isotope 
per day.^ Another method, known as ^Hhermal diffusion,” makes 
use of a slight separation that occurs where heat is being conducted 
through a gas or liquid and is rather more useful than the method of 
simple diffusion. Finally, many isotopes can be separated effectively 
by means of “chemical exchange,” a method in which advantage is 
taken of very slight differences in chemical properties and many suc- 
cessive fractionations are made. By this method it is possible to 
obtain, for example, a gram per day of the isoptoes 0^^ and 


THE DISCOVERY OF NUCLEAR TRANSFORMATIONS 

We have seen that the mass spectrograph yields very precise data 
concerning the masses of atoms and their nuclei. The fact that the 
masses of atoms are very nearly proportional to whole numbers raises 
two questions: whether the various nuclei may not be built up out 
of one or more common constituents; and whether or not it may 
be possible to transmute one nucleus into another. The first evi- 
dence suggesting an answer to these questions came from the field of 
radioactivity. 

196. The Discovery of Radioactivity. — The discovery of the 
phenomenon of radioactivity, although quite accidental, resulted 
directly from the discovery of X-rays. Boentgen had shown that 
X-rays are emitted by those parts of the discharge tube which are 
bombarded by the cathode rays. This bombardment was also accom- 
panied by the emission of the well-known greenish or bluish fluores- 
cence. The question arose: Is jfluorescence always accompanied by 
the emission of XJ-rays? 

^ Lwm and Fhys.j voi 1, p. 34 (1933). 

* ^^Septeatiom md Use of Stable Isotopes,” /. of AfplM P%s., vOl 

1% p. m (mth > ' ^ 
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Several investigators had apparently found that fluorescent bodies 
activated by sunlight gave out a type of radiation which, like X-rays, 
was able to pass through black paper and to affect a photographic 
plate In February, 1896, a few months after the discovery of X-rays, 
Henri BecquereF was trying an experiment of this kind using as the 
fluorescing substance the double sulphate of uranium and potassium. 
After preparing the experiment and while waiting several days for 
sunshine, Becquerel discovered that even in the dark the specimen 
emitted a radiation which penetrated not only black paper but even 
f.TiiTi sheets of metal, and that exposure of the fluorescing substance to 
sunlight had no effect on the phenomenon. 

Becquerel soon found that this radiation Was emitted by uranium 
irrespective of its state of chemical combination and that there was no 
connection whatever between this phenomenon and phosphorescence 
Furthermore, the phenomenon was found to be quite independent of the 
temperature of the uranium compound. It was later discovered that 
these rays from uranium possess the power of discharging electroscopes 
by rendering the air through which they pass conducting 

This property of “radioactivity,” as it was called, was soon found 
to be possessed by several other substances. Among them were 
thorium and two new elements, polonium and radium, discovered by 
M. and Mme. Cune, radium being more than a million times more 
active than uranium. 

197. The Radioactive Radiations. — ^Like X-rays, the “rays” from 
radioactive materials affect a photographic plate, cause fluorescence, 
and iomze gases through which they pass. Unlike X-rays, however, 
these rays are of three types, which were given the names, before their 
nature was certainly known, of a-, /3-, and y-rays. If a small quantity 
of radium preparation is placed at the bottom of a small hole drilled 
into a lead block B, the emerging rays can be divided into the three 
groups by use of a strong magnetic field at right angles to the plane of 
the paper and directed away from the reader, as is shown in Fig. 185. 
One group is bent into a circular path to the right and will cause an 
impression on a photographic plate PP. These are the P-r&ys. From 
the direction of their deflection, it follows that they must be negatively 
charged particles. By studying quantitatively their deflection in 
magnetic and electric fields, it was shown that these particles are 
electrons; they are ejected from radioactive materials with velocities 
which in some cases are very high. A second type of radiation is 
deflected slightly toward the left. This type consists of positively 
charged particles called “a particles,” which were shown to possess 
^ BjjcquBHEL’s papers appear in Comptes Hendus, vol, 122 (1896). 
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a ratio E/M of the order of magnitude of that for atoms. These a 
particles were found to have a mass 4 (taking the mass of the oxygen 
atom as 16) and to carry a charge +2e. This identified them with 
the nuclei of helium atoms. The third type of radiation, the y-rays, 
proceeds undeviated by either electric or magnetic fields, has a very 
high penetrating power, and is now 
known to consist of electromagnetic 
radiations of very short wave length 
lying, in general, m the spectral region 
beyond the shortest X-rays. 

Recently it has been found that many 
artificially produced radioactive ma- 
terials emit 'positrons instead of (nega- 
tive) electrons, a positron being the same 
as an electron in all respects except that 
its electrical charge is positive (see Sec. 

212). The tendency of usage seems to 
be to apply the term ^^/?-rays’^ to both 
electrons and positrons when emitted by 
radioactive substances. In Fig. 185, the 
path of a positron /S-ray would be a circle lixe that shown but curving 
toward the left instead of toward the right. 

The three types of rays are further differentiated from each other 
by their penetrating power. The oj-rays are absorbed by a few centi- 
meters of air at ordinary pressure. They are reduced in intensity 
one half by passing through 0.005 mm. of aluminum. Their initial 
velocities are of the order of 2 X 10^ cm -sec.~^ The jS-rays are, 
roughly, 100 times more penetrating, since it requires something like 
0 5 mm. of alunoiniim to reduce their intensity to half. The initial 
velocities of the /9-rays, in some instances, exceed 99 percent of the 
velocity of light. The 7-rays are able to penetrate many centimeters 
of even so dense a metal as lead. 

A short additional discussion of the properties of these radiations 
will be given in the next few sections. For further details, the reader 
is referred to special treatises^ or to the original articles. 

198. The Alpha-rays, (a) General Properties . — The velocity and 
the value of E/M for arrays were determined by Rutherford by means 


Fig 185 — Schematic repre- 
sentation of the three types of 
rays from naturally radioactive 
materials 


^ Rutherfoed, Chapwick, and Ellis, ** Radiations from Radioactive Sub- 
stances,*' 1930; SoPDT, '‘The Chemistry of the Radio Elements,** 1914; Hevesy 
and Panbth, “Radioactivity,** translated by R. W. Lawson, 1936; F. Rasetti, 
“Elements of Nuclear Physics,** 1936; J. M. Cork, “Radioactivity and Nuclear 
Physics,** 1946. 
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of a modification^ of the usual method in which magnetic and electiic 
fields are employed. The ratio of charge to mass, E/Mj was found to 
be almost exactly half as large for the a particles as it is for atoms of 
hydrogen. Additional observations were then necessary in order to 
determine E and M separately 

By means of the apparatus shown in Fig 186, Rutherford and 
Geiger counted the number of a particles emitted per second by a given 
quantity of radium C ^ The radioactive material was deposited on a 
disk D placed inside the highly evacuated vessel A at a known distance 
fiom a small circular opening S of kno^vn area, the opening being 
covered by a sheet of mica thin enough to allow the passage of the 
a particles into a brass chamber C. This chamber was evacuated 
.to a pressure of several millimeteis of mercury and had at its center 
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3 — ^ " 

% 



Fig 186 — Apparatus of Rutherford and Geiger for “counting” a pai tides 

an insulated wire WW, which, by means of a battery B, was maintained 
at a potential, with respect to the walls of the cylinder, just less than 
the critical discharge potential. When an a particle entered (7, 
the lomzation caused by its passage through the gas in C lowered the 
critical potential by an amount suABicient to allow the passage through 
the cylinder of a momentary current, which could be detected by a 
''kick” in the electrometer E. In tins way, Rutherford and Geiger 
were able to detect the passage of single a particles. Thus, knowing 
the rate at which the a particles passed through S, the aperture which S 
subtended at D, and the quantity of radium on D, it was possible to 
determine the total number of a particles emitted per second per gram 
of radium C 

The total charge carried by the particles was then determined with 
the apparatus® shown schematically in Fig, 187. Through a window 
W, a particles from a known quantity of radium C deposited on the 
plate P were allowed to fall upon a collecting plate C ; the charge that 
they imparted to C was measured with an electrometer. To complete 

^ C/. Rxjthbefokd, Chadwick, and Ewuts, he, 

^ RtJTHBBFOBD and Gbigbe, Rog Soc^'f Proc,, voL 141 (190$). 

^ Ibid,, n. 162. 
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t he electrical screen around C, the window was covered with aluminum 
toil thin enough to allow all of the a particles to pass through it. The 
entire vessel was evacuated 

Division of the observed total charge by the known number of the 
a particles then gave the chaige on each one. This turned out to be 
twice as great as the electromc charge or the charge on a hydrogen ion. 
From this result and the previously found value of E/M, the mass of an 
a particle was found to be approximately four times that of a hydrogen 
atom. Thus the a particle must be the nucleus of a helium atom. 
This conclusion was confirmed, both qualitatively and quantitatively, 
by the observation that helium is produced as a result of oj-ray activity. 
Rutherford’s observations led to the conclusion that 1 gram of radium 
inradioactiveequilibnum would emit 1.3 X 10^^ a pai tides per second, 
and that these, after becoming neutralized by Bhcfrom^ier 

picking up electrons, would, in 1 year, form 
0 16 cc of helium gas 

The velocity of the a particles fiom radium 
C, determined as above by Rutherford, is 
2 06 X 10® cm. pel sec Since their mass is 

A A 

= 6 64 X 10~^^ gram, 


N, 6.023 X 1023 
we find for their initial energy 


= 14 1 X 10”"® erg, 


01 


14.1 X 10“® 
1.601 X 10-12 


8 8 X 10® electron-volts. 



Fia. 187 — Euthei- 
ford’s apparatus for meas- 
unng the charge earned bv 
the of-rays from a known 
quantity of radioactive 
material 


More recent measurements give an initial 
velocity of 1 92 X 10® cm. per sec. and an 
initial energy of 7.68 X 10® electron-volts. 

It has been found that the a particles from a 
given substance in some cases all have the 
same initial energy, whereas in other cases they 
fan into several sets, the particles in each set having the same energy. 
In the latter case, when the a particles are separated by means of a 
magnetic field, a '^Hne spectrum” is obtained.^ 

In Table I bdow are shown initial velocities and energies for the 
a-rays froin a number of typical rachoactive substances. 

(&) The Range of Alpha Partidm . — Because of its double ch4rge 
and great mass, m u p^uticle produces an enormous number of ions as 
^ <?/. Easjbwc, nf* cM., p. 114, 
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it passes through matter. Since energy is lost in producing these ions, 
and also in exciting many molecules without ionizing them, the a 
particle rapidly loses velocity, until finally it is moving too slowly to 
produce any ions at all. The total length of path along which an a 
particle causes ionization is called its range Since the range increases 

with increasing initial energy, it is 
^ commonly used as a measure of the 

j 1 initial energy of the a particle. 

I I Various methods have been de- 

H . vised to measure the range of a par- 

tides An approximate method 
makes use of the scintillations pro- 
j j duced when a particles strike a screen 

I I of phosphorescent zinc sulfide, the 

Fig 188 — Arrangement for meas- range of the particles being measured 
uring the range of a particles from a ^ , 

source R by the ionization which they by the maximum distance between 
produc^ between two pieces of wire source and Screen, in air under 

^ ^ standard conditions, at which scintil- 

lations can be observed. A more precise method is illustrated 
diagrammatically in Fig. 188 The a particles from a radioactive 
source R pass through the opening in the screen S- The ionization 
produced in the space between two strips of wire gauze, G 1 O 2 , 1 mm. 
or so apart, is measured for various distances between G 1 G 2 and R 


ct 



0 1 2 3 4 5 6 7 8 

Cm rn Air of 760 mm and 15 C 


Fig 189 — Ionization produced by an a particle from radium O at different distances 
from the source. The ordinate represents about 25,000 pairs of ions per centimeter at 
the left end of the curve, or, at the mammum, about 60,000, in air of standard density, 

(by varying either distance or gas pressure). Curves are obtained 
similar to that shown in Fig. 189 for radium C The general shape of 
the curve may be accoimted for as follows. Since the impulses given 
to the component parts of an atomic system by the passage nearer 
through it of an a particle depend upon both the magnitude of the 
forces and the time during which those forces act, and since the speed 
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of the particle is greatest at the beginning of its path, the smaller 
ionization over the first few centimeters is explained. As the particle 
loses energy, and therefore velocity, owing to the formation of ions, 
the times during which the forces act, and therefore the impulses, 
increase for given distances of passage between a particle and atom, 
and the ionization per centimeter increases to a maximum; beyond this 
it falls rapidly. Since the exact end of the ionization curve is difficult 
to determme, it became customary to take the point 6, where the 
straight line ah intersects the axis, as a measure of the range A range 
so determined is called an extrapolated range. 

The ordinate of the curve in Fig 189 represents about 25,000 ion 
pairs per cm in standard air at the left-hand end of the curve, and 
about 60,000 at the maximum of the curve An ion pair consists of 
the ionized molecule and the electron ejected from it The ionization 
curve for an a particle of lower imtial energy is practically the same 
as a part of the curve shown in Fig. 189 taken from the proper point 
outward For example, if the particles have such an initial energy 
that their extrapolated range is 4.9 cm , instead of 6.9 cm as in Fig. 
189, the curve will start at the point corresponding to 69 — 49 = 20 
cm m the same figure. 

Such curves are affected, however, by straggling of the particles; 
even if all of them have the same energy initially, their individual 
ranges differ slightly because of statistical fluctuations in the number 
and kinds of ions or excited molecules that they produce By modify- 
ing the arrangement shown schematically in Fig 188, so as to count 
the number of particles that cross the space GiGi, instead of measuring 
the total ionization produced by them, the distnbution of the indi- 
vidual ranges can be found. In the observations of Holloway and 
Livingston,^ the counting was done by connecting Gi or Gt through an 
amplifier circmt to a thyratron, which, when suitably adjusted, has the 
property that voltage impulses below a certain magnitude have no 
effect upon it, whereas those exceeding this critical voltage cause a 
large momentary rush of current through the thyratron;® this cur- 
rent was made to activate a mechanical counter by means of an 
electromagnet.* 

Plotting the number of particles as thus observed against the 
distance x from R to Gi (Fig. 188), we obtain a curve in which the 
ordinate represents the number of a particles that have traveled a 

* Holmwat and Lwinoston, Phys. Ree., vol. 64, p. 18 (1938). 

» See Rbiioh, H J., “Electron Tubes and Circuits,” 1940; Dow, W. G., "Funda- 
xnentals of Bngineeiing ElectromoS,” 1987. 

" See also Ooubt and HAaiFi»ir>, Rev. Sci. Instrvmmis, voL 12, p. 62 (1941). 
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distance equal to x without stopping The slope of this curve then 
gives the number that stop per umt of x. In this way the true mean 
range of a particles of a given initial energy can be found Doubtless 
in the future it will become customary to state as the range of the 
particles the mean range rather than the extrapolated range 

In experiments where it is not convement to measure the range 
in air, it can be determmed m metal foils whose “stopping power” in 
equivalent centimeters of air has been determined empirically. The 
range of the a particles from radium C m aluminum, copper, and 
lead is, in units of 10"= cm., 4 06, 1.83, and 2 41, respectively. The 
“mass stopping power” of various elementary substances, or reciprocal 
of the range divided by the density, for a-rays, is nearly inversely 
proportional to the square root of the atomic weight. The (extra- 
polated) ranges in air of the a particles from a number of typical 
radioactive substances are given in Table I. Curves of range versus 
energy may be found elsewhere ^ 


Table I. — Range, Initial Velocity, and Energy or Alpha Particles prom 
Typical Radioactive Substances* 
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tion produced by a charged particle is roughly proportional to the 
square of its charge. Since the mass of the proton is likewise as 
great, its initial energy is also 3^^ as great as that of an a particle 
moving with the same velocity This means that protons and a 
particles of the same velocity have about the same range. Or, again, an 
a particle has four times the energy of a proton of the same range If, 
however, we compare protons and a particles having the same energy, 
we find that the protons have ranges 5 to 10 times as great as the a 
particles. A deuteron, or nucleus of heavy hydrogen (H^), has twice 
as much energy as a proton of the same range. 

199. Radioactive Transformations. — The early study of radio- 
activity led to the conclusion that the emission of a and /5 particles 
was associated with a chemical change in the radioactive atom. The 
transformation was found to follow an exponential law During each 
successive element of time, a certain definite fraction of the surviving 
atoms of the original substance decay or disintegrate, so that the 
total number that survive after any given time t decreases in propor- 
tion to where X is a constant, the decay constant. Thus, during a 
time T ” (log 2)/X, half of the atoms disintegrate The time T is 
called the period, or half-wave per%od, or half-hfe, of the radioactive 
substance. Instead of T, a time equal to 1/X is sometimes cited; it 
represents the mean hfe or the average time during which an atom of 
the radioactive substance exists before disintegrating [Cf analogous 
relations in the emission of radiation, Sec. 116(a) ] 

The half-value period of uranium, for example, is estimated at 
4.5 X 10^ years, which is presumably long enough to account for the 
considerable quantities of uranium that exist in the earth's crust. 
In disintegrating, uranium gives rise, indirectly, to radium, with a 
period of 1,600 years; this period is so short, relatively, that radium 
is found only in uranium-bearing rocks, where it has been produced 
within the last few thousand years. Radium emits a particles and 
thereby becomes converted into an inert gas known as radon {Z = 86), 
or radium emanation; this gas also emits a particles, but it has a 
period of only 3.825 days. 

If the new atoms formed as the result of radioactive change are 
themselves noticeably radioactive, many of their chemical properties, 
and the boiling point of the new element composed of them, can often 
be determined even if their mean life is so short that the new element 
cannot be accnmulated in viMble quantity. A radioactive substance 
can be followed m chemical reactions by means of its radioactivity, so 
that the chemist mx teh, for example, wheth^ it remafM in solution 
or is pr<^pitated or passes off as a gas. . Usually a ehemictf y wimlar 
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substance, called a ‘‘carrier,” is added, so as to have something visible 
to work with; it is then easy to tell whether or not the radioactive 
substance goes with the carrier in a chemical operation 

The nuclear theory of the atom made it possible to propose a pre- 
cise theory of radioactive transformations which is m agreement With 
all of the known facts. When an atom, for example, loses an a particle, 
itamass number must decrease by 4, and its atomic number by 2, since 
the particle carried a double positive charge out of the nucleus. The 
new substance formed will thus be an isotope of an element standing 
two columns to the left of the original substance in the periodic table 
It may be one of the stable isotopes of that element which occurs in 
nature, or it may be a new isotope, stable or unstable ^ That just 
one a particle is given out in such processes for each atom that is 
transformed has been shown by coimting the number of a particles 
given out by a known amount of a radioactive substance in a given 
time and comparing the number so obtained with the known rate of 
disintegration of the material 

The ejection of a negative /3 particle from a nucleus, on the other 
hand, without changing its mass number ^ increases its positive charge 
and thereby raises its atomic number by unity. The emission of a 
7 -ray can obviously change neither the mass number nor the atomic 
number It appears that in the natural radioactive substances 7 -rays 
are not associated with an independent type of radioactive change 
but constitute an incidental accompaniment of transformations 
involving the emission of an a or particle. 

A systematic study of radioactive substances and their disintegra- 
tion products has led to the discovery that the naturally radioactive 
substances can be grouped into several radioactive series^ the elements 
of a given series being so arranged that each is a disintegration product 
of the preceding element. Thus, the uranium atom of mass number 
238 {Z = 92), called “uranium I” or U I, may emit an a particle 
and thereby become converted into a nucleus with atomic number 
7 = 90 and mass number A = 234. The new substance so produced, 
called “uranium Xx” (UXi), is found by chemical tests to be an 
isotope of ordinary thorium {Z == 90, A — 232). The UXi atom then 
emits a ^ particle (period, 24.5 days) and becomes “uranium Xa” 
(UX 2 ; Z “ 91, A = 234); this emits another jS particle (period, L14 
minutes) and becomes uranium II (U II; Z == 92, A = 234). Thus 
U II is an isotope of ordinary uranium and is chemically indistinguish- 

1 The transformed atom will promptly lose 2 of its circumnuclear electronn as 
well, thus bnngmg the number of its riectrons into harmony with its reduced 
nuclear charge 
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able from it, but its mass number is 234, not 238, and its penod is 
much shorter than that of 

Uranium II also emits a particles (period, about 10® years), forming 
ionium, with Z = 90, A = 230. Ionium then emits another a par- 
ticle (period, 7.6 X 10^ years) and becomes radium {Z = 88, A = 226). 
The atomic weight of radium, determined chemically, is 225.97, The 
end product of this series, after the emission of five more a parti- 
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-The radioactive-disintegration series of uranium and of thorium 


cles and four more ^ particles, is radium G or radium lead {Z = 82, 
A = 206), which is indistinguishable chemically from ordinary lead 
and has a measured atomic weight of 206.05. The entire uranium 
senes is shown in Table 11, and also, along with a similar series starting 
from thorium, in Fig. 190. In this figure, the emission of an a particle 
is indicated by an arrow pointing obliquely downward to the left, the 
emission of a particle, by a short horizontal arrow pointing to the 
right, (Two small branches at UXi and at radium C are omitted.^) 
Two radioactive members of the uranium series, Ra C and Ra E, 
are chemically indistinguishable from bismuth {Z =» 83, A = 209). 

^ C/. EOTHtigroED, CaAtiwicK, and Enua, op, at, Ohap. I. 
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1\ble II — The Cranium Series of Radioactive Substances 


Nucleus 

UI 

UXi 

UXa 

uir 

lo 

i 

Ra 

Rn 

Z 

92 

90 

91 

92 

90 

88 j 

86 

A 

238 

234 

234 

234 

1 230 

226 

1 

1 

222 


Ray 

Period. 


a 

4 5 X 10^ 
years 


24 5 days 


/3 

1 14 mm 


10® years 


7 6 X 10" 
years 


1,600 years 


Nucleus 

Rn 

RaA 

RaB 

RaC 

RaC' 

RaD 

Z 

86 


84 


82 j 


83 


84 

82 

A . 

222 

218 

214 

214 

214 

210 

Ray 

a 


1 ^ 

1 





a 

Period 

3 825 days 

3 05 mm 

j 26 8 mm 

19 7 mm 

(10"“® sec ) 


Nucleus 

RaD 

RaD 1 

RaF 

RaG (Pb) 

Z 

82 


83 

84 

82 

A 

210 

210 

210 

206 

Ray. ! 

i3 


3 1 


a 

Penod 

(25 years) 

5 0 days 

136 3 days 


(U «» uxaniuni, lo •“ lomuna, Ra *=* radium, Rn « radon, RaF **• polonium.) 


The end products of both the uranium and the thorium senes are 
isotopes of lead, with A — 206 and 208, respectively. Ordinary 
lead has the atomic weight 207.2; analysis by the mass spectrograph 
reveals the presence of isotopes 206, 207, and 208, with a small amount 
of 204. Observed values of the atomic weight of lead, however, vary 
somewhat with the source. Uranium-bearing minerals usually contain 
lead — a fact in itself confirming the series of radioactive transforma- 
tions from uranium to lead. The same is true of certain thorium-bear- 
ing minerals The atomic weight of lead coining from uranium-bearing 
mmerals is only a little over 206, whereas lead associated with Norway 
thorite has an atomic weight of 207.9, which is nearly the value 
208 predicted for the end products of the thorium series. 

In an early stage of the work on radioactivity it was derided to 
adopt radon as a standard radioactive substance. The amount of 
radon existing in a gram of radium- in equilibrimn with its products 
was called a “curie”; it is about 0.66 mm.* of radon at nofmal pressure 
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Fig. 191 — The jS-ray spec- 
trogiaph of Ellis 


and temperature Other activities aie also frequently expressed in 
curies, although not without awkwardness, tor this purpose a curie is 
understood to be an activity in which the same number of dismtegra- 
tions occur in a second as in a curie of ladon, or about 3 7 X 10^^ 
per second 

200. Gamma-ray Spectra. — Direct measurements of the wave 
lengths of some of the 7 -rays have been made by use of the ciystal 
grating The wave length is so small, how- 
ever, in comparison with the grating con- 
stants of available crystals that only the 
longer wave lengths can be measured in this 
way. Consequently, an indirect method has 
been developed based on the magnetic spec- 
trum of the secondary jS-rays which are pro- 
duced by photoelectric absorption of the 
7 -rays m matter 

The method employed by EUis^ has been followed, with modifica- 
tion, by subsequent investigatois. In Ellises experiments the source 
of the secondary rays was placed at W (Fig 191) near a lead block B 
W was a small glass tube 1 cm long and 0 7 mm in diameter, the 
inside walls of which were coated with a deposit of radium B which 
served as a source of the 7 -rays under study Around W was wrapped 
a foil of the metal M — Pb, Pt, W, etc — which was to serve as the 
source of the secondary jS-rays. The 7 -rays passing out through 
the walls of the tube excited secondary jS-rays m the metal foil. The 
whole apparatus was placed in a magnetic field (and, of course, in a 
highly evacuated enclosure). The electrons passed, in circular paths, 
through the wide slit S and were 'Tocused^' onto the photographic 
plate PP at L. Upon developing the plate, a number of “lines'" 
were found corresponding to various electron energies which could be 
determined by knowing the magnetic field and the diameter LW of the 
circular paths. 

The data m Table III, taken from Ellis's paper, will serve to 
illustrate the method of analyzing the results. For any given metal 
Af, there was observed a number of hnes on the plate of which three 
were more intense than the others. These same three appeared on 
the plate for each element but were shifted in position in such a 
direction as to indicate that the corresponding electrons had less 
energy the greater the atomic number of M. This is shown in the 
upper part of Table III, in which the energies of the electrons are 
expressed in electron-volts (Sec. 96). Ellis interpreted these elec- 

I BoJS, voL 99, p. 201 (1921). 
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trons as photoelectrons ejected from certain levels in the atoms of the 
emitting substance The change in the energy of the electrons in a 
given line from one element to another agrees closely with the differ- 
ence of the energies of the K levels of the 2 atoms Hence, he con- 
cluded that the electrons forming the three hnes were expelled from 
the K levels of the respective atoms by three different y-ray frequen- 
cies Appljnng Einstein’s photoelectric equation 

hv = Et + W K, 

where Ek is the observed kinetic energy of the photoelectron and 
Wk is the eneigy required to remove the electron from the K level 
of the atom, one obtains at once the energy hv of the incident y-rays 
Data from each metal are found in this way to give the same group 
of three y-rays, as the lower half of Table III shows These, then, 
are three hnes in the y-ray spectrum of radium B, the respective 
wave lengths of which are 0 0521, 0 0425, and 0 0355 angstrom In a 
similar way energy values of many other lines in y-ray spectra have 
been measured. 


Table III — Detebminahon of the Wave Length of Gamma-eays from the 
Energy of Secondary Beta-bays (Ellis) 



Tung- 

Plati- 

Lead 

Ura- 



Emitter > 

sten 

num 

82 

mum 




74 

78 

92 



Secondary /3-ray energies in elec- 

1 66 

1.58 

1 49 

1 22 



tron-volts, X 10“® 

2 20 

2 12 

2 03 

1 74 



2 76 

2 69 

2 60 

2 31 



Ejc of emitter »■ 

0 693 

0 782 

0 891 

1.178 

Mean 

energy 

angstroms 

Energy {hv) of 7 -rays m electron- 

2 35 

2 36 

2 38 

2 40 

2 37 

0.0521 

volts, X 10"® 

2 89 

2 91 

2 92 

2 92 

2 91 

0 0425 

3 46 

3 46 

3 49 

3.48 

3.47 

0.0355 


Photoelectrons from shells other than the K shell have also been 
observed In addition, there is a continuous background in the spec- 
trum of the secondary /5-rays which is due to Compton electrons 
resulting from scattering of the y-rays. 

If the interpretation of such observations is correct, it will also 
be expected that a y-ray may be absorbed photoelectrically by one 
of the electrons surrounding the nucleus that emits the y-ray itself. 
Radioactive substances emitting y-rays of a given wave length ought, 
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therefore, to emit in addition groups of jS-rays forming a spectrum of 
/5-ray hnes corresponding to ejection from the X, i, ikf, • • • shells of 
the radioactive atoms Such is, mdeed, observed to be the case The 
production of secondary /5-rays in this manner is commonly called 
internal conversion of the 7 -ray It happens much more frequently 
in the K shell than in the L shell; the probability that the 7 -ray is so 
converted before escaping from the atom vanes in different cases 
from 0.001 or less to 0 1 /5-ray lines produced in this manner are 
much sharper (the velocities of the /5-rays being more nearly uniform 
within each group) than are the lines excited by the same 7 -rays in 
extraneous substances. Hence most wave lengths of 7 -ray lines have 
actually been determined from observations of the energies of the 
/5-iays due to internal conversion 

Not all natural /5-rays arise from internal conversion of 7 -rays, 
however As we shall see in the next section, many of them come from 
the nucleus itself. 

All 7 -ray spectra, apparently, consist of sharp lines. Some of 
them have wave lengths longer than the hardest X-rays obtainable 
from the same atom, but most of their wave lengths are shorter than 
the shortest K line from any element {viz , 112 X U. = 0.112 A, from 
uranium). Thus the 7 -rays cannot consist of radiation emitted by 
the circumnuclear electrons; in view of the success of the modern 
theory of atomic spectra, we can assume with safety that the electrons 
can emit no harder lines than the K lines. The 7 -rays must, therefore, 
be emitted somehow by the nucleus. 

201. Nuclear Energy Levels. — In some cases measurements of 
7 -ray spectra have yielded sufficient data so that it has been possible to 
postulate a system of energy levels in the nucleus, transitions between 
which give rise to 7 -ray lines in exactly the same way as X-ray lines 
originate in transitions between levels m the extranuclear structure 
of the atom. 

The wave lengths and energy values of some of the lines in the 
7 -ray spectrum of radium B, as found by Ellis and Skinner/ together 
with the ^'name'^ of the hne, are shown in the first three columns of 
Table IV. These investigators found it possible to postulate a series 
of seven levels A, B, C, • • • transitions among which give rise to the 
14 observed lines, as indicated in column 4. The resulting energy- 
level diagram is shown in Fig. 192. 

In view of the difldculty of making the measurements, it is a 
scientific achievement of the first magnitude to have isolated and 
measured a set of 7 -ray lines with sufficient precision lor the construc- 

1 Bms and SxnsrNsn, Roy, Froc,y vol. 106, pp. 165, 185 (1924), 
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Table IV — Some Lines in the Gamma-ray Spectrum of Radium B and the 
Energy Levels in the Radium C Nucleus (Ellis and Skinner) 


* 1 
line 

1 

Wave length, 
angstroms 

Energy (unit 
10® electron- 
volts) 

Ongin 

Proposed energy 
levels (unit 10® 
electron-volts) 

C2* 

1 37 

0.090 

B-^C 

A « 0 

Cl 

0 230 

0 537 


R « 0 537 

(Y6* 

196 

0 629 

A-^C 

a = 0 625 


.115 

1 073 

E-^F 

D =* 2 572 

c,* 

098 

1 250 

F-^G 

E « 2 942 

E, 

0634 

1 947 

C-^D 

F * 4 048 

E 2 

0607 

2 035 

B^D 

G - 5 31 

Ez 

0513 

2 404 

B->E 


E, 

0480 

2 572 

1 A-^D 


Ez 

0451 

2 733 

D^G 


Ez 

0419 

2 942 

A--yE 


Ei 

0351 

3 511 

B 


Eib 

0263 

4.684 

C-^G 


Eir 

.0257 

4 800 

B-^G 



* Measured by Rutherford and Andrade by crystal reflection. 


tion of an energy-level diagram Like most scientific advances, 
however, this accomplishment raises fresh questions. First of all^ 
how do the nuclei come to be in excited states out of which they can 



Fig 192 — Energy-level diagram for the 7 -rays from rachum B. (JSUu and Skinny *) 

undergo transitions to lower levels? The situation is quite different 
from that in vacuum tubes, where atoms are continuaMy being exdted 
by electron impact. 

A clue to the answer is fumidied by tbe fact tjisi (in natural 
radioactivity) r-rays are fitted Ofdy by substanoes irMch also 
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emit a- or /5-iays It is leasonable to suppose that the emission of an 
a or particle leaves the residual nucleus, not in its normal state, but 
in an excited state of higher energy If this is the correct explanation, 
then the 7-ray spectrum commonly ascribed to radium B is really 
emitted by nuclei of the resultmg radioactive product, which is radium 
C; and the energy levels deduced from these rays are levels of the 
radium C nucleus, not of radium B This conclusion has been con- 
firmed by experiment, most clearly by Elhs and Wooster,^ who calcu- 
lated the difference in the energies of the secondary /3-rays produced 
by a given 7-ray hne in the radioactive source itseK and m platinum^ 
and compared this difference with the difference in the energies of the 
K levels in the two substances. Agreement was found wnth the 
X-level difference between platmum and radium C, not wnth that 
between platinum and radium B. 

It appears that all natural 7-rays are emitted by nuclei which 
have just been formed as a result of a- or jS-ray activity The interval 
of time between the formation of the new nucleus and the emission 
of the 7-ray is probably extremely short, of the order of 10”^^ or 10”^® 
sec Hence, the 7-ray activity appears to decay at the same rate as the 
a- or jS-ray activity to which it owes its origin, the rate of decay having 
reference primarily to the process of emission of the a or 13 particle. 
The association of the 7-rays wnth the a or /3-rays m the manner stated 
can be checked by recording the two sets of rays m separate counters 
and observing that the pulses due to them appear to occur simul- 
taneously ^ One counter is surroxmded by sufficient absorbing mate- 
rial to stop the a or jS-rays, so that it counts only the 7-rays, m the 
other counter ionization due to the 7-rays is made neghgible 

Artificially activated nuclei, on the other hand, sometimes exhibit 
a 7-ray activity which is not closely associated with a or /3-ray activity 
but nevertheless decays only at a measurable rate. In such cases the 
upper level from which the nuclear transition starts is called a metasta-- 
hie nuclear level, in analogy with the metastable states of atoms; for 
some reason the transition from this level into lower lying levels has 
an extraordinarily small probability of occurring. An example is 
described in Sec. 221(a). 

The emission of a 7-ray thus involves no change in the actual con- 
stitution of the nucleus, being analogous in this respect to the emission 
of hne radiation by atoms 

202, Beta-ray Spectra. — ^When the jS-rays from a radioactive sub- 
stance are spread out into a spectrum according to their velocity, 

1 Ellis and Wooster, Cambridge Phil Soc , Proc , vol 22, p 844 (1926) 

2 Bothe and v Baeyer, Gottingen Nachrichten^ vol 1, p 195 (1935). 
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by means of a magnetic field, it is commonly found that the spectrum 
consists of narrow hnes superposed upon a continuous background 
In the beginning it was thought that all /3-rays come from the nucleus, 
but later work appears to have shown, as we have indicated, that all 
of the hnes are due to the ejection of drcumnwlear electrons from the 
atom In most cases these ^-rays consist of fhotoelectrons produced 
by T-rays, in the process called internal conversion of the 7-rays. 
One line from a disintegration product of radium C, however, is pei- 
haps due to direct interaction between an exited nucleus and the K 
shell of electrons, the nucleus jumping to a lower nuclear energy level 
without the emission of radiation and thereby furnishing the energy 
for the ejection of a Z electron [in analogy with the Auger transitions 
m the X-ray region, Sec 190(6)] 



Fio 193 — ^/3-ray spectrum of RaE The ordinate represents, on an arbitral y scale, the 
number of /3-rays emitted per unit of their kinetic energy. 

The i0-rays forming the continuum, on the other hand, are believed 
always to come from the nucleus. In confirmation of this inter- 
pretation, measurements have shown that, in the emission of such 
primary /5-rays, as they are called, just one ray is emitted for each 
nucleus that is transformed. 

When the number of j5-rays per unit of their energy is plotted 
against the energy as abscissa, a curve is obtained which rises quickly 
to a maximum and then sinks slowly to zero at an upper limit of energy. 
The observed maximum energies range from 6 X 10® to over 3 X 10® 
electron-volts. An experimental curve obtained for RaE (period, 
5 days) is shown in Fig. 193. 

Such curves show that the energy of the /5-ray which is emitted by 
atoms xmdergoing a given type of radioactive transformation varies 
greatly from atom to atom. This fact presents great difldculties in 
regard to the conservation of energy. The kmelae euergy of the 
/5-ray should represent the energy lost by the nucleus in undej^omg 
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the transformation The loss in energy might have one of several 
different values, according as the nucleus is left by the /3 transformation 
in one or another of those nuclear levels whose existence is revealed 
by the y-ray spectra; but a vanation due to this cause would result 
in a line structure in the spectrum of the primary /S-rays, instead of 
a continuum 

It was suggested at one time by Bohr that the law of the con- 
servation of energy might not hold for the /5-decay of nuclei There 
is no other indication of a failure of this law, however At the present 
time, preference is given to a hypothesis proposed by Fermi. He 
assumes that another particle of a new kind, called a neutrino, is 
emitted along with the /3-ray The neutrino is supposed to carry 
no charge and to have a very small mass, hence it can pass unhindered 
through miles of matter and so has eluded experimental detection. 
The upper limit of the /3-ray energy is then regarded as representing the 
energy that is lost by the nucleus in its transformation; the difference 
between this energy and that of a given jS-ray is carried off by the 
neutrino This theory of nuclear transformations is still in the specu- 
lative stage but it is widely held today Further evidence in its favor 
is described in Sec 225 

203. Observations on Individual Charged Particles. — ^At this 
point it may be instructive to describe briefly some additional methods 
by which it has been found possible to make observations on single 
charged particles The experiments descnbed hitherto have been such 
as to yield only statistical results, from which the properties of indi- 
vidual particles could only be inferred by means of indirect reasoning 

In Sec. 198(a) above, we descnbed the method by which Ruther- 
ford and Geiger counted the a-rays emitted from a radioactive 
substance. Each a particle was made to cause a separate pulse of 
ionization in an ionization chamber, and these pulses, detected with an 
electrometer, were counted. This method has been used extensively 
to count particles of all sorts, under the name of a Geiger counter. 
Even 7 -rays can be counted” with such devices, the ionization in 
the counter being caused by secondary electrons ejected from mole- 
cules of the enclosed gas or from the walls of the counter. 

Various changes have been made in the ionization chamber, and 
still greater changes in the method of counting the impulses of ioniza- 
tion.^ Nowadays the small electrical impulses from the iomzation 
chamber are usually magnified many times by mearis of an eleotron- 

^ Of, op, cit, p. 18; articles m Rev Bd, Imtmmerds, or articles describ- 
ing obs^ations made the use pf counters; Beg, Boc,, Proc,, 

rol 136, p. 312 (im). . 
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tube amplifier. In the experiments of Holloway and Livingston 
referred to in Sec. 198(5) above, amplified impulses up to 250 volts 
were observed, each due to the entrance of a single <x particle mto the 
iomzation chamber 

For a particles, an alternative but somewhat less reliable method is 
to count the scintillations or flashes of hght produced by them when 
they fall upon a phosphorescent screen, which may be coated with 
impure zinc sulfide By comparing counts made in this way with 
those made using a Geiger counter, it has been shown that each 
scintillation is produced by a single particle. The individual scintilla- 
tions can be seen easily under a microscope 

The most instructive method of studying individual charged 
particles is to observe the tracks made by them in a Wilson expansion 
chambeT or cloud chamber,^ The method depends upon the fact that 
when dust-free air saturated with water vapor is expanded quickly 
and thereby cooled, if no ions are present, a considerable expansion 
IS necessary m order to cause precipitation of the vapor, whereas if 
ions are present, a somewhat smaller expansion causes a droplet of 
water to condense about each ion as a center. In this way the path 
of an lomzing particle can be made visible as a row or 'Hrack^' of 
cloud droplets condensed about the ions. 

The cloud chamber is commonly made from a few to many centi- 
meters deep and considerably wider, and the expansion of the air 
contained in it is produced by jerkmg the floor of the chamber down- 
ward, e.g , by suddenly releasing the air below it through a valve into 
an evacuated vessel In a modification due to Shimizu, the floor of 
the chamber consists of a tight-fitting piston which is caused to move 
up and down periodically. Vapors of liquids other than water, such 
as alcohol, are often used. The particles to be observed are admitted 
to the chamber just before the expansion; and, after the pressure has 
been restored, an electric field may be applied momentanly to clear 
the space of ions. The tracks are illunodnated by a strong beam of 
light and are either observed visually or photographed through the 
glass top or sides of the chamber By using two cameras pointing at 
different angles, stereoscopic pictures of the tracks are frequently 
made (Cf Fig. 226 in Sec. 236 and Fig. 231 in Sec. 237.) The whole 
apparatus is often arranged to operate automatically, expansions 
being produced at intm^als of 10 to 30 secondia Photographs may 
be taken on motion-picture film- 

1 Wilson, C T. R , Roy. Boc , Pw., v<^ 8% p. 2^5 (1911) ;voL 87, p. 277 (1912) ; 
vol 104, p. 1 (1928). Cf Rurngroroitn, p. ^7; 

Das Gupta and Ghosh, Rev. Modem vdL , 
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Since an a particle produces something like 50,000 droplets per 
cm m air at ordinary pressure, it makes a heavy, solid-looking track 
in a cloud chamber The tracks are practically straight, except for an 
occasional kink where the a particle came very close to a nucleus and 
suffered an appreciable deflection {cf. Fig 194). The distribution of 
such paths as to range is easily studied in a cloud chamber. Protons 
also make solid-looking tracks, but they are more slender. An 
electron, on the other hand, producing only perhaps 100 droplets per 
centimeter, looks thin and knobby; under a low-power microscope the 
individual droplets can be distinguished and counted (c/ Fig 231 at 
Sec 237) A 7-ray produces no track at all, except that starting from 



Fig. 194 — Cloud-chamber tracks of a particles from polonium. 


some point along its geometrical path there may be seen the short 
track of an electron ejected by it from a molecule of the gas. 

The cloud chamber has been of immense service in the study of 
highnspeed particles of aU sorts, because of the possibiUty of observing 
the effects caused by the individual particles. Cloud-chamber obser- 
vations have always yielded results in harmony with those obtained 
by other methods. 

20i. Artificial Transmutation by Alpha Particles. — The occurrence 
of natural disintegration of the nucleus in the radioactive dements 
eariy suggjeeted the question whethmr it mi^t not also be posable 
to ^dutegrate nuclei by bombarding them artificially with hi^-{^>eed 
partides. Since, however, the particles emitted in radioactive changes 
hare energies pf the order of jseveral milJion dectron-:vol^ it was 
expected that bombardment ener^ of the aame qrder wopld be 
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necessary For many years the only source of particles possessing 
the requisite energies were the radioactive emissions themselves 

In 1919, it was shown by Rutherford^ that mtrogen atoms, when 
bombarded by the a particles from radium C, would emit swiftly 
moving protons. A sketch of his apparatus is shown in Fig 195 
One end of a box B Avas closed by a metal plate in the center of 
which was a hole covered by a thin sheet of silver foil W. Just out- 
side the window* was a zinc sulfide screen, the scintillations on which 
were observed by a microscope M. The course of a particles, consisting 
of radium C, was placed on a small disk D, whose distance x from W 
could be varied at will. AA were side tubes through which various 
gases could be introduced into the enclosure 

When the box was filled with oxygen or CO 2 at atmospheric pres- 
sure, no scintillations were observed on the screen so long as x exceeded 
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Pig 195 — Apparatus by which Rutherford observed production of long-range particles 
when a particles collide with atoms of some of the lighter elements 

the ^^range^' of t]ie a particles emitted by radium C — in these gases 
about 7 cm. When, however, the box was filled with nitrogen, 
scintillations were observed when x was as great as 40 cm. Since 
the a particles from the radium source could not penetrate 40 cm. 
of air, Rutherford proposed the hypothesis that the a particles, by 
colliding with the nitrogen nuclei, caused the disintegration of the 
latter, with the emission of long-range particles which produced the 
scintillations. Measurements of the magnetic deflection of these 
particles suggested that they were protons — a surmise confirmed by 
subsequent work. Rutherford and Chadwick^ later showed that 
many other light elements could be similarly transmuted. To study 
the phenomenon in solids, the source D was moved close to the window 
W, which was replaced by a thin layer (foil where possible) of the 
element under study, and the scintillation^ produced by the ejected 

1 Rxjthbeford, PhtL Mag,, voL zi, p. 681 (1919). 

® Rutherford and Chadwick, Phk, Mm ^ vob 42^ pc W (1921) and vob 44, p. 
417 (1922); / 80 c , Frac , Vol. 8 % ^.'417 (1921^^ ' 
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protons were observed on the screen F By putting various thick- 
nesses of material of known stopping power between W and F, the 
equivalent range in air of the protons emitted from these substances 
could be determined In this way it was found that all elements 
from B(5) to K(19), with the exception of C(6) and 0(8), could be 
transmuted, with the emission of protons 

The ranges of the emitted protons varied from element to element 
under bombardment by a particles from radium C, as follows, ranges 
being given in air and expressed in cm 


Source 

B(5) 

N(7) 

FI (9) 

Na(ll) 

Mg(12) 

Al(13) 

P(15) 

Range 

58 

40 

65 

58 

40 

90 

65 


Now Rutherford had measured the range of protons in air as a func- 
tion of their velocity, and he was able to show that even if all of the 
energy of the a particle from radium C were given to the proton as a 
result of the collision, it would have a range of only about 57 cm It is 
seen, therefore, that in the case of Fl(9), Al(13), and P(15), at least, 
the initial energy of the proton exceeds that of the incident a particle. 
The disruption of these nuclei must, therefore, be accompanied by an 
evolution of energy. Whence comes this energy? 

Rutherford^s answer was that the energy was supplied by the 
nucleus from which the proton came, this nucleus being caused to 
explode by the impact of the a particle. He assumed that the <x 
particle was merely deflected by the nucleus and continued on its way, 
although with diminished energy. More recent work, on the contrary, 
indicates that in such phenomena the a particle is actually captured 
by the nucleus, forming a nucleus of a different element. In a cloud 
chamber in which the track of the incident a particle, that of the 
proton, and that of the recoiling nucleus can all be plainly seen, there 
is no trace of a track made by an escaping a particle. 

Rutherford’s original nitrogen transmutation is, therefore, now 
believed to be represented by the following equation: 

N14 + He^ 0^^ + Hh 

Here, for simplicity, we have written the symbols usually employed for 
neutral isotopic atoms to represent their nuclei, He^ inchoating the 
incident a particle and the ejected proton. According to the 
equation, the nitrogen nucleus gains 4 units of mass from the He^ and 
loses 1 unit in so that its mass rises by 3 units, from 14 to 17; and 
it also gains 2 units of positive charge from and loses 1 unit in 
so that Z rises by 1, from 7 to 8. The nitrogen nucleus thus becomes 
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transmuted into a nucleus of the rare isotope of oxygen, 0^^. In any 
such equation, the sum of the atoimc numbers Z must balance on both 
sides of the equation, representing conservation of electric charge, and 
the sum of the mass numbers A must also balance, representing con- 
servation of neutrons and protons The balance for Z can be exhib- 
ited numerically in the equation by writing it in terms of more explicit 
isotopic symbols, thus: 

+ 2He^ + iH^ 

Here superscripts denote the mass number A and subscripts the atomic 
number Z 

Theoretical considerations indicate, however, that in such occur- 
lences a single intermediate nucleus is probably first formed, in a very 
unstable condition, so that a more complete description of the reaction 
would be 

+ sHe^ sO'" + iHi 

Smce, however, the intermediate nucleus cannot (ordinarily) be 
detected experimentally, it is usually omitted in writing the equation. 

206 . Discovery of the Neutron. — radical change in our ideas 
concerning nuclear structure resulted from an important discovery 
that was made in 1932. Late m 1930, Bothe and Becker had observed 
that a number of the hghter elements, when bombarded by a particles 
from polonium, emitted a very penetrating radiation. The effect was 
very marked for beryllium, the radiation from which was reduced in 
intensity only one-half upon passing through 2 cm. of lead. An even 
more penetrating radiation was emitted when the a particles struck 
boron. It was presumed at the time that these penetrating radiations 
consisted of unusually hard 7-rays. 

In 1932, however, Mme. Curie-Joliot and M. Joliot^ reported a 
remarkable property of these radiations. They were studying the 
penetrating power of the rays by placing absorbing screens of various 
materials between the source of the rays and the ionization chamber 
that was being used for their detection; and they noted that, when 
paraffin, water, or Cellophane was used as an absorber,'^ the ioniza- 
tion in the chamber was actually increased. The increase could be 
destroyed, however, by interposing 0.2 mm. of aluminum between the 
paraflin and the chamber, which had a window of thin foil to admit the 
rays. From the nature of the materials that caused it, they concluded 
that the increased ionization must be diie to proiom which had beep 
ejected from the paraflin or other hydrpi^oti^ materiat by the pene- 

^ CmtiK-JoLiOT and Joiaot, CompUs p- 27S (1W2). 
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trating rays. This explanation was supported by the further observa- 
tions that (1) the increase was not affected by a magnetic field, as it 
should have been if it had been due to electrons, and (2) the increase 
was diminished less by interposing silver between the paraffin and 
the chamber than by interposing aluminum, which is in agreement 
with the assumption that the increase is due to protons, whereas the 
reverse would have been true if it had been due to photons ejected from 
the paraffin by the penetrating rays. 

The experiment was repeated soon after by Chadwick,^ who used 
the very similar arrangement illustrated m Fig 196. The polonium 
emitting particles was placed on a disk X) in an evacuated vessel S and 
opposite a disk of beryllium, Be, The radiation emitted by the 
beryllium entered the window w, of thin aluminum foil, of the so-called 
valve counter'’^ C, which registered a count every time a quantum 



Fig 196 — Chadwick’s apparatus for the production, of neutrons 

of the radiation entered C. With 3 cm. of air between S and C, 
some 4 counts per minute were registered. This number was not 
changed materially by inserting as much as 2 cm of lead between 
S and C, which showed the greater penetrating power of the radiation 
emitted by the beryllium. 

When, however, a sheet of paraflBn was placed in front of w, the 
number of counts was markedly increased. Chadwick attributed this 
increase, as had Curie-Joliot and Joliot, to the ejection of charged 
particles from the paraffin, some of which passed through the window 
w into the counter and caused it to register. In order to test the 
identification of the particles as protons, he determined their absorba- 
bility in aluminum, by interpodng screens of aluminum between the 
paraffin and w, and noted that the electrical pulses produced by them 
in the counter were of the same size as would be produced by protons 
of the same absorlMibility. He calculated that the protons had a 
kinetic energy of 5.7 X 10* electron-volts and would have a range of 
40 cm. in staiulaird air. 

I CmAvmfMr Rotfi. Roc., Proc., vol. 136, p. 692 (1933). 

* OBtu&WMK, OchWjIWW, and Roy. vol. 130!, p. 463 (1981). 
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It had been suggested by Mme Curie-Joliot and M Joliot that 
the protons owed their origin to a collision between photons of the 
penetrating radiation fiom the berylhum and the hydrogen nuclei 
in the paraffin similar to the Compton effect for electrons If the 
hydrogen nucleus recoils, as does the electron in the Compton effect, 
we can compute, by use of the formula given for Em in Sec 186 (a), 
the energy hvo necessary to give the recoilmg nucleus 5 7 X 10 ® elec- 
tron-volts in the case where, as here, 6 = 180°. We find that 

hvQ = 55 X 10® electron-volts 

Chadwick showed, however, that it is difficult to imagine a nuclear 
process by which a 7 -ray of such high energy can be produced through 
the impact of an a-ray upon a beryllium nucleus. The most favorable 
reaction possible would be 

Be^ + He^ ^ + 7- 

The mass of C^® was known both from data on the artificial trans- 
formation of and from observations of the isotope effect in the band 
spectrum of carbon; the value now accepted is C^® = 13 00766. If we 
subtract this from the modem masses of Be® (9 01497) and He^ 
(4 00389), we have a net loss of rest mass of 01120 = 10 4 Mev. 
Adding 5 Mev for the kinetic energy of the a particle and neglecting 
that of C^®, we have a maximum of less than 

15.4 X 10® electron-volts 

Chadwick^s own estimate was 14 X 10® electron-volts, based upon the 
assumption that for B®, whose mass had not then been measured, the 
mass defect was zero. Both estimates are far below the energy of 
the supposed 7 -ray 

To remove this discrepancy, Chadwick abandoned the assumption 
of a 7 -ray emission from the berylhum and reverted to the neutron 
hypothesis that had been put forward by Rutherford 12 years before. 
At that time it was commonly assumed that atomic nuclei are com- 
posed of protons and electrons in close association; and on this assump- 
tion it was reasonable to expect that a nucleus of the simplest type 
might be formed out of a single proton and an electron, combined in 
much closer fashion than they are in the hydrogen atom. Not being 
surrounded by an electric field, such a nucleus, called by Rutherford a 
neutron^ would produce no ions and therefore could move with great 
freedom through matter. It would be deflected or stopped only when 
it colhded bodily with an atomic nucleus, in which case the nucleus 
itself would be projected at a spe^ proportionate to the speed of the 
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neutron. Many experiments had been made in Rutherford's labora- 
tory m search of such neutrons, but to no avail 

Chadwick assumed that the radiation emitted by beryllium or 
boron under bombardment by a-rays consisted of neutrons projected 
at high speed according to the reactions 

4Be^ + aHe^ 

+ 206 ^ — ^ 

on^ (or or just n) standing for a neutron. The high penetrating 
power of the radiation is thus accounted for at once Furthermore, 
such particles would require far less energy m order to project a proton 
at high speed from an atom of hydrogen than would a photon, for a 
material particle carries much more momentpm in proportion to its 
energy 

According to Rutherford's original hypothesis, the mass of the 
neutron should be almost the same as that of the proton. This 
supposition was confirmed by Chadwick from a comparison of his 
measurements of recoil protons with certain observations on recoil 
nuclei of nitrogen produced by the impact of neutrons upon nitrogen 
molecules The recoil nucleus thus produced will have a maximum 
velocity when the collision is central, so that the recoil nucleus is 
thrown straight ahead and the neutron straight back For such a 
collision, the ordinary laws of elastic collisions give for the velocity v 
of the recoil nucleus^ 


2ikfo 


(317) 


where M and Mo are the respective masses of the nucleus and the 
neutron and is the initial velocity of the neutron Now, for the 
protons set in motion by neutrons, Chadwick deduced from their 
maximum range a maximum velocity of t; = 3 3 X 10® cm. sec.“^ For 
the recoil nitrogen nuclei due to neutron bombardment, Feather, 
observing the tracks made by these nuclei in a cloud chamber, found 
a maximum track length of 3.5 mm. in air at 15° and 76 cm. pressure, 
corresponding, according to previous measurements by Blackett and 
Lees, to a velocity^ of v = 4.7 X 10® for the nitrogen nuclei. Insert- 
ing these values of v in turn in (317), and also M — 1 for protons and 


1 If is the velocity of the uentron after the collision, M#o « Mo*>o + Mv by 
conservahon of mom^^tum, and conservation of energy. 

® FttATHMR. IRm. Froo.. vd. 13^ n. 709 h9B9). 
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M = 14 for nitrogen nuclei, we obtain 


3.3 X 10» = 


2Mo 
1 + 


4.7 X 10* = 


2Mo 

14 + Mo'”'’ 


from which Mo = 1 2, vo = 3 0 X 10® cm sec.”^ 

A much better value for the mass of the neutron can be obtained 
from later observations on the disintegration of the deuteron (nucleus 
of heavy hydrogen) by y-rays, which was discovered by Chadwick and 
Goldhaber in 1934i and studied more carefully by Chadwick, Feathei, 
g.nd Bretscher.® In the latter investigation the range of the protons 
was observed and their initial kinetic energy was calculated from 
their range. The kmetic energy of the neutron must be practically 
equal to that of the proton, in order to preserve the conservation of 
momentum. The difference between the energy hv of the y-rays and 
the combined kmetic energies of proton and neutron then represents 
the work that is done in disrupting the deuteron, or the “binding 
energy” of the deuteron. The data were reconsidered by Bethe® with 
the use of better data on the ranges of protons; he deduced for the 
hindin g energy of the deuteron 2.17 ± 0.04 Mev. This amount of 
energy disappears in the disruption of the deuteron and is, therefore, 
included in the rest energy of the product particles. Thus the com- 
bined rest masses of a proton and a neutron exceed the rest mass of 
a deuteron, which is 2 01473 a.m.u., by the mass associated with 
2 17 Mev of energy or by (2 17 ± 0.04) /932 or (2 33 ± 0 04) X 10“® 
a m u. The combined masses of 2 protons, on the other hand, are 
known from spectroscopic data to exceed the mass of the deuteron by 
only 2 X 0 00813 — 0.01473 = 0 00153 ± 0.00004 a.m u. The mass 
of a neutron, therefore, exceeds that of a proton by 0.00233 — 0.00153 
or (0.80 ± 0 06) X 10“® a.m.u., and the mass of the neutron is 
1 00813 + 0.00080 or 

Mo = 1.00893 a.m.u. 


Possibly a shghtly better value is Mo — 1.00894.^ 

The history of the discovery of the neutron is especially interesting 
in that the relevant observations were made by one group of observers 
but the correct interpretation of these observations was proposed by 
someone else. 


1 Chadwick and Goldhabbe, Nature, vol. 134, p. 237 (1034); Boy. Soe., Proc , 
vol. 151, p. 479 (1935). 

* Chadwick, Fkathbe, and BsiirscHits, Boy. Soe., Proe., vol. 163, p. 366 
(1937). 

* Bethb, Phys. Ben , vtd. 53, p. 313 (19%). 

* Hughm, Phya. Bev., voL 70, p. 219 (l946)i 



Sec 206] 


THE COMPOSITION OF NUCLEI 


581 


THE STRUCTURE OF NUCLEI 


206. The Composition of ITuclei. — A. survey of the data on radio- 
activity in the light of Rutherford’s nuclear theory of the atom at 
once raises the question as to the constitution of the nucleus. A 
mechanism capable of emittmg a-rays, ^-rays, and a whole spectrum 
of monochromatic 7 -rays must possess a well-ordered, though proba- 
bly very complex, structure. And, first of all, of what elementary 
particles is the nucleus composed? 

Since electrons were known to be emitted from some nuclei, it was 
natural to assume in the beginning that electrons formed one con- 
stituent of many, perhaps all nuclei Such an assumption would make 
it possible to carry out Prout’s old hypothesis in a new form, by 
assuming that all nuclei consisted of electrons and protons (a proton 
being the nucleus of a hydrogen atom). Radioactive nuclei have 
never been found to emit protons, to be sure; and they do often emit ot 
particles, which are helium nuclei But the helium nucleus, being 
almost exactly four times as heavy as a proton with a positive charge 
twice as great, might consist of* 4 protons combined with 2 electrons, 
the latter adding very little to the mass but serving to make the 
nuclear charge come out right. The fact that 4 separate protons are 
slightly heavier than a helium nucleus is not necessarily fatal to this 
hypothesis; for the attractive forces holding the 4 protons and the 
2 electrons together would presumably be associated with a negative 
potential energy, and, according to the relativistic relation between 
mass and energy, this negative energy would be associated with a 
diminution m mass 

On the basis of wave mechanics, however, certain objections can 
be raised against the assumption that electrons exist inside of nuclei. 
According to the indeterminacy principle (Sec 112 ), the indefiniteness 
of position of a particle in one direction, Ar, and the indefiniteness 
of the corresponding component of momentum, Ap, are always at least 
large enough so that 

Ax Ap 


h being Planck^s constant and S meaning '^is of the order of.” Now, 
if we make Ac 2 X 10"^* cm., which is of the order of nuclear 
diameters [cf> Eq. (322) in Sec. 208], 


_ h _ 6.6 X 10-^^ 
Ar 


3.3 X 10“^^ 


To the indeftniteii^B in energy^ ' we mmi vm relatavistic 
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formulas For the total energy IF of a particle with momentum p, 
Eq. (66) in Sec. 65 gives 

+ p^c\ 

If we rngt-ft p only as large as the value just found for Ep, the term 
pV = (3 3 X 10-i®)H3 X 101“)^ = 10~® erg ^ For an electron, this 
is easily seen to exceed greatly the term m^c^. Hence for such a value 
of p we may write 

10 — « 

If 2 = p 2 g 2 = 10 - 8 ^ w = 10-^ erg = 1 6 X = 6 X 10^ ev 

[cf Eq. (144) in Sec 96]. Only a small part of W is represented by 
the rest energy of the electron, which is 

mc2 = (0 9 X 10-2^) 1 = 5 X 10® electron-volts 

Thus a free electron confined within a space as small as a nucleus 
would have to have a kinetic energy 6f the order of 6 X 10’' electron- 
volts. In a nucleus, no doubt, an electron would really be in some 
sort of quantum state, but a more rigorous wave-mechanical argu- 
ment leads to the same conclusion as to its energy. Yet, experi- 
mentally, we find that when an electron issues from a nucleus as a 
/9-ray, its kmetic energy never exceeds 4 X 10® electron-volts, or 
3^5 of that just found. In view of the contrast between these two 
numbers it seems improbable that nuclei can contain electrons. 
There are also other theoretical objections that are connected with 
nuclear spin, but these we shall not discuss 

In view of these difliculties with the assumption that nuclei con- 
tain electrons, the discovery of the neutron in 1932 led at once to the 
general adoption of a radically different theory of nuclear composition 
In the theory generally held today it is assumed that 

1. Nuclei are composed of protons and neutrons 

2. When a negative electron is emitted from a nucleus as a /5-ray, 
it is created in some way at the instant of emission, a neutron in 
the nucleus changing at the same time into a proton. When a 
positron is emitted (Secs, 212 and 213), a proton changes into 
a neutron. 

Thus the idea of the conservation of electrons as particles has been 
abandoned, but conservation of electrical change is retained. Since 
protons and neutrons can be converted Into each other in the nucleus, 
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they are sometimes regarded as two alternative states of a single kind 
of heavy particle, to which the name nucleon has been given. ^ 

Accordmg to this view, the helium nucleus, with atomic number 
Z = 2 and mass number A = 4, consists of 2 protons and 2 neutrons. 
The combined masses of 2 separate protons and 2 neutrons exceed, 
to be sure, the mass of the helium nucleus; but this excess is explained 
as in the older theory of nuclear composition by assuming that a con- 
siderable loss of energy occurs as the four particles are brought together 
into a hehum nucleus, and this loss of energy is accompanied by a loss 
of mass 

A similar loss of mass presumably occurs in the formation of all 
heavier nuclei. The variation of the loss of mass from one isotope 
to the next can be reduced to a minimum by assummg that in all 
cases the combined number of protons and neutrons in a nucleus is 
represented by its mass number A as already defined; and this hypoth- 
esis IS now universally adopted. The atomic number Z then repre- 
sents the number of the protons alone, whereas the number of neutrons 
in the nucleus is A — Z. 

207. Nuclear Mass and Rest Energy. — The comparative masses 
of nuclei are extremely important because of the significance that they 
possess in terms of nuclear energy. It will be found most convenient, 
however, to deal, not with the total isotopic mass itself, but with the 
difference between the isotopic mass (or the mass expressed in atomic 
mass units) and the mass number A. This difference may be called 
the mass correction (relative to 0^*).* In any nuclear reaction, since 
there is no change in the total number of protons and neutrons, and 
hence also none in the sum of the mass numbers, the total change m 
nuclear mass is also given by the change in the sum of the mass 
corrections. 

The neutron may be considered as a nucleus with Z = 0, A = 1, 
and a positive mass correction equal to 0 00893. The majority of the 
known nuclei have negative mass corrections. This is a consequence 
of the choice of the 0^* scale. The mass correction win vanish for a 
nucleus in which the average mass per constituent particle happens to 
be exactly the same as in 0**. 

In Fig. 197 the mass corrections of many nuclei are shown plotted 
against the atomic mass number A. Stable isotopes of the same ele- 
ment have usually almost the same mass correction, hence, except for 
hydrogen, lithium, and boron, each element is represented by a single 

M^uusr, P %». B«v., vol. 50, p. 323 (1941). 

» The differeooe between isolopie mass and mass number has been called a mass 
defect, but some such term as “mass correction ” seems to be less confusing. 
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isotope. For small values of Z there is an evident tendency foi the 
mass correction to be larger when the atomic number is odd than when 
it is even. The mass correction has its algebraic minimum value about 
at krypton, ^ = 36 



Fig. 197 — Mass correction (or mass excess) of certain niiclei, plotted against the mass 

number A 

Another quantity that has been used very often in the discussion of 
nuclear masses is the 'packing fractiony defined by Aston as the ratio 
of the mass correction (on the usual 0^® scale) to the mass number A 



A 


Fig 198 — Approximate curve showing packing fraction (Mi ~ A) /A as a function 
of mass number A (Mi « isotopic mass). The packmg: fractions of certain isotopes 
are indicated by crosses 

An approximate curve of packing fractions as a function of mass 
number is shown in Fig. 198; and tJhe values of the packing fractions 
themselves, so far as they are known^ are I* On the 

plot the packing fractions for a few isotoj^ aW Ihcfoated by oro^s. 
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The minimum packing fraction occurs about at iron, Z == 26, earlier 
than the minimum for the mass correction because of the progressive 
increase in A 

Furthermore, according to the relation between mass and energy 
that is suggested by relativity, as described m Sec. 65, each gram of 
mass represents also grams of rest energy, where c is the speed of 
light in centimeteis per second The amount of energy thus associated 
with each atomic unit of mass, whose magnitude is given in Eq. 
(315) in Sec 195, is 1 660 X 10-24 x (2 9978 X or 1.492 X 10-^ 
erg, divided by 1 601 X 10-^^ [gq (144) in Sec 96], this equals 
9 32 X 10^ electron-volts It is customary in nuclear physics to use 
cv (or eV, EV) as an abbreviation for the electron-volt and Mev 
(sometimes MEV, MV) for a million electron-volts (sometimes Bev 
for 10® ev) Thus we can 'write for the energy associated with each 
atomic mass unit* 

1 a m u.: 1.492 X 10”^ erg = 932 Mev (318) 

Any nucleus of mass M in atomic mass units thus contains 932 M 
million electron-volts of rest energy. For future use, we may note 
also the energy equivalent of the electronic mass Calculating m as 
in Sec. 195(c) and using Eq (318), we find mc^ = 0.000594 X 932 01 

mc2 = 0 511 Mev (319) 

In any nuclear reaction, a change in the sum total of the masses 
involved implies a proportionate change in the sum total of the rest 
energies. If rest mass disappears, a corresponding amount of energy 
must appear in other forms, usually either as kinetic' energy of various 
particles, as the rest energy of particles newly created, or as electromag- 
netic radiation, usually 7-rays, When the total rest mass increases, 
there must be a corresponding net conversion of energy of other forms 
into rest energy. 

In calculating the change of mass, as already stated, the masses 
of neutral atoms rather than nuclear masses may be used, in dealing 
with any change in which the total number of circumnuclear electrons 
remains fixed,* and, in turn, mass corrections may be used instead of 
atomic masses, since the sum of the mass numbers of the atoms involved 
is always conserved (in reactions so far discovered). 

Consider, for example, the process, imaginary at present, wrhich 
consists of the bindihg of 2 protons and 2 neutl*on$ into a helium 
nucleus. The sum of the initial mass correction^ i$ 

i X 4? .3 X 0*(K)f9» > 
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whereas the mass correction of a helium atom is 0 0039. Thus the 
reaction stated involves a loss of rest mass of magnitude 

0 0341 - 0 0039 == 0 0302 a.m u., (320) 

and a loss of rest energy equal to 

0.0302 X 932 = 28.1 Mev. (321) 


This energy of 28 1 Mev is called the binding energy of the helium 
nucleus. The loss of mass may be called similarly the mass loss in 
binding. 

To break a helium nucleus completely apart into its con- 
stituent protons and neutrons would thus require the expenditure 
of 28 1 Mev of energy. This is nearly three times the kinetic energy 
of the fastest o:-rays known. Thus we can understand why a particles 
are never observed to break up into protons and neutrons as they fly 
about m the laboratory. 

An alternative possibility, however, is that a helium nucleus might 
break apart into 2 deuterons, i e , into 2 nuclei of heavy hydrogen, 
The mass spectrograph gives for the mass of an atom 2 01473 
a m.u. Thus the mass loss and binding energy of the deuteron are, 
respectively, only 0 00813 + 0 00893 — 0 01473 or 0 00233 a.m u , 
and 2 2 Mev. Accordingly, the energy released in the union of two 
deuterons into a helium nucleus is 28 1 — 2 X 2 2 = 23 7 Mev This 
is more than twice as large as the largest a-ray energy, so that He^ 
is also very stable as against disintegration into deuterons. 

Similar calculations can be made for all isotopes The mass losses 
and the binding energies are found to increase, from helium on, 
almost in proportion to the mass number This fact stands out most 
clearly if the binding energy per constituent particle is considered, instead 
of the total binding energy. For helium the binding energy per par- 
ticle IS 28,1/4 “ 7.02 Mev, For heavier nuclei the binding energy per 
particle increases slowly from the smaller value of 5 3 Mev for Li® 
to a maximum of about 8,7 near iron (Z ~ 26), and then decreases 
very slowly to 7.94 for urknium (U^^s). In Table V are listed, for a 
few nuclei, under M 1 the mass loss in atomic mass units, under B.e. 
the binding energy, and under B.e.p p. the binding energy per particle, 
the latter two being expressed in terms of Mev as the unit of energy. 

The bindmg energy per particle varies in close correspondence with 
the packing fraction, not quite in proportion to it because of the 
shght difference in mass between protons and neutrons. That the 
bindmg energy per particle does not change rign, m does the packing 
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fraction, is due, of course, to the fact that the binding energy per particle 
contains a constant part representing its value for 0^® 


Table V — Mass Loss (M 1 ), Binding Enebgy (B e ), and Binding Energy 
PER Particle (B e p p ), for Certain Nuclei 


Nucleus 

He4 

1 

Li® 

LT 

Be® 

Bio 

B^i 

Z 

2 

3 

3 

4 

5 

5 

Ml, a m u 

0 03023 

0 0343 

0 0421 

0 0622 

0 0693 

0 0813 

B e , Mev 

28 18 

31 9 

39 2 

57 9 

64 6 

75 8 

B e p p , Mev 

7 04 

5 32 

5 61 

6 64 

1 

6 46 

6 89 


Nucleus 

C12 

N14 

Qie 

A40 

Fe®® 

Agl07 

Au^^^ 

Z 

6 

7 

8 

18 

26 

47 

79 

Ml, a m u 

0 0984 

0 1119 

0 1365 

0 368 

0 518 

0 970 

1 657 

B e , Mev 

91 7 

104 3 

127 2 

343 

483 

904 

1544 

B e p p , Mev. 

7 64 

7 45 

7 95 

8 57 

8 62 

8 45 

7 74 


Nucleus 

XJ238 




1 



Z . . 

M.l , a m u 

B.e , Mev 

B e p p , Mev. 

92 

1 912 
1782 

7 49 








The binding energy has reference to the union of fundamental 
particles, protons and neutrons, into a nucleus. More generally, it 
is interesting to consider the union of any two nuclei into a larger one, 
or the possibihty of breaking up a large nucleus into two smaller ones. 
A study of the isotopic masses leads to the conclusion that, so far as 
the conservation of energy is concerned, it would be possible for any 
two of the lighter known nuclei to combine together, provided the 
mass number of the product nucleus so formed would not exceed about 
70. Thus, mtrogen and aluminum Al®^ could combine into potas- 
sium with a loss of rest mass of 

0.0076 ~ 0.01 - (-0.026) = 0.0235 a.m.u.; 

but a positron would have to be emitted in order to decrease Z from 
7 + 13 to 19, requiring a rest mass of 0 0005 a.m.u., so that the energy 
actually released would be 0 023 X 932 = 21.5 Mev. Or, Si®<^ and 
A^^ might unite to form Zn^^ after emittmg 14+18 — 30-2 posi- 
trons, with a net loss of 0.003 a.m.u. and an emission of 1,8 Mev of 
energy. 
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On the other hand, it appears that any of the heavtei nuclei fiom 
molyledenum (Z = 42) upward could divide into two lighter nuclei, 
with the emission of one or more negative j^-rays in order to adjust the 
Z values Examples’ 

Ti^" + Ti^® + 2^ + (-0 056 + 2 X 0 034 - 0 001 

= 0 Oil) a m u 

or 10 3 Mev; Sn^^*^ + Kr®^ + + 0.174 a m u or 162 Mev 

Only limitations set by the conservation of eneigy have been con- 
sidered here, of course The transformations contemplated may be 
impossible for other reasons. The famous fission of uranium and 
several other elements, described in Sec. 227, is a first step tow^ard 
tapping such atomic sources of energy. 

208 . The General Theory of Nuclear Bindmg. — It is clear that the 
protons and neutrons composing a nucleus must be held togethei by 
attractive forces of some sort, otherwise the mutual electrostatic 
repulsion of the protons would disrupt the nucleus The true nature 
of these attractive forces and the exact law of their action are not 
known with certainty. In this respect the present situation in nuclear 
theory is quite different from that m ordinary atomic theory. The 
mathematical form of the interaction between electric chaiges, for 
some reason, is the same at atomic distances as it is at physically 
observable distances; the only difference between the two cases is 
that at large distances it is possible to use the approximate, classical 
form of mechanics, whereas on the atomic scale the more exact wave- 
mechamcal form must be employed. Thus, historically, observations 
of electrostatic interaction on the ordinary physical scale led at once 
to a knowledge of this interaction on the atomic scale. In constructing 
a nuclear theory, on the other hand, our only resource is to endeavor 
to infer the laws of the interaction between the nuclear particles from 
the observed properties of nuclei, or patiently to try various hypotheses 
concerning these laws and to compare deductions from them with the 
results of experiment. We shall not enter upon a detailed discussion 
of the hypotheses that have been proposed, but shall restrict the dis- 
cussion to certain ideas which have proved useful and which seem 
destined to form a permanent part of nuclear theory, referring the 
student elsewhere for further information.^ 

One general property that the nuclear forces must possess is indi- 
cated by certain features of the scattering of os particle by atomic 

^ Cf Rasbtti, op, cit ; PEiBans, The Theory of Forces, vol. 145, 

p 687 (1940) ; Bbthb, Modem Tol. pi # (JlQST) ; «d rwmy ardclei 
in the literature. 
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nuclei. The scattering is found to obey the law deduced by Ruthei- 
ford (Sec. 91) so long as the distance of closest approach of the a 
particle to the nucleus, as calculated from its velocity and the angle 
of scattering, remains greater than a certain distance p, which varies 
from one kind of nucleus to another. At smaller distances departures 
from Rutherford’s formula occur; the scattering is then said to be 
"anomalous.” Since Rutherford’s original deduction rested on the 
assumption of the ordinary inverse-square law of force, and since, 
according to classical theory, this assumption would be justified if the 
nuclear charge were symmetncally distributed within a distance p of 
the center of the nucleus, the value of p deduced from the scattering 
experiments is regarded for convemence as the “radius” of the 
nucleus Classical theory is not really applicable to the scattering 
phenomenon, to be sure, but wave mechanics, also, leads to Ruther- 
ford’s formula, and it is thought that the classical interpretation of 
p may represent certain features of the unknown accurate nucleai 
theory. The values of p deduced from the experiments are represented 
roughly by the equation 

P = 2 X 10-“Z« cm. (322) 

As indicated by this equation, p « Z^, nearly Thus the volume 
of the nucleus, is proportional to Z. Since Z, in turn, is nearly 

proportional to the number of particles in the nucleus, we reach the 
conclusion that the density of all nuclei is nearly the same In this 
respect, there is a strong contrast between the nucleus and the elec- 
tronic envelope of the atom, in which the mean density of the electrons 
increases rapidly with increasing Z. The fact that the density does 
not change much when one more particle is added implies that the 
interactions between particles which hold the nucleus together are 
sharply limited in range, so that the addition of a particle affects only 
those near to it. The interaction between two particles must, there- 
fore, drop off quickly to zero when the distance between them exceeds 
a certain limit; and the observed values of p imply that this limiting 
distance must be of the order of 10"^* cm. or less. 

A nucleus thus resembles somewhat a drop df liqmd, held together 
by cohesion. It is doubtless more penetrable, however; peihaps a 
swarm of bees in the air wonid be a better analogy. The latter com- 
parison iUustrates also the fact that, like the eleetrons in the atom, the 
individual neutron# and protons do not have any fixed places in the 
nucleus. The wave , function for the nucleus pobably does not 
represent the component particles as changing positum from time to 
tm«r hmwvwj it w#ir^y as^lpiini^eirfeaim probabiity for each possible 
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position in the nucleus, this probability being the same for each neu- 
tron, or for each proton. In Fig. 199 is shown a diagram that may 
help in visualizing some of these conclusions. 

Besides its nearly constant density, a nucleus also resembles a drop 
of liquid in the fact, noted in the last section, that the binding energy 
is almost proportional to the number of constituent particles. Just 
as the heat that is given off when a molecule of vapor 
condenses onto a drop of liquid is independent of the 
mass of the drop, so the energy released when one 
more neutron or proton is added to a nucleus is 
(nearly) independent of 2', amounting roughly to 8 
Mev per particle. 

The classical analogies must not be taken too 
literally, however. Classical mechanics is presum- 
ably applicable to nuclear phenomena only when the 
energies of the particles are high enough to make their 
de Broglie wave lengths small as compared with nuclear dimensions 
According to Eqs. (166a, 6) in Sec. 107, to have a wave length even 
as small as 10“^® cm., a neutron or proton would have to have kinetic 
energy equal to 

1 , {mvY _ {h/\Y _ (6 61 X 10"-27i0“i3)2 

2^^"“ 2m 2m 2 X 1 66 X 10--< 
or 

1.3 X 10~® erg = 830 Mev 

This is large as compared with the amount of energy associated with 
one particle in a nucleus. Presumably, therefore, the correct theory 
of the nucleus must be wave-mechanical in nature. 

209- Nuclear Forces and the Ratio of Mass Number to Atomic 
Number, (a) The Attraction between Neutrons and Protons and the 
Neutron-proton Ratio, — Some further results that are very suggestive 
have been obtained by studjdng mathematically the force actions 
that must exist if the nucleus is to be held together. The existence 
of the deuteron, consisting of 1 neutron and 1 proton, shows conclu- 
sively that an attraction of some sort exists between a neutron and a 
proton. Such attractions between neutrons and protons might 
conceivably be the sole action holding the nucleus together against 
the disruptive tendency of the electrostatic repulsion of the protons. 
It is possible to account for the broad characteristios of stable nuclei 
on the assumption that only these two force actions are eflfective [but 
see (b) below] 

For a first attack on the prbblem, let ue neglect the repuMon of 


e ^ o 

• • • 
• 0 

Fig 199 — 
Illustrating a nu- 
cleus composed 
of protons (•) 
and neutrons 

n 
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the protons, supposing only the neutron-proton attraction to exist. 
Then it is easily seen that all stable nuclei should contain as nearly 
as possible equal numbers of neutrons and protons, since the energy 
of a given number A of particles will be a minimum when they are half 
protons and half neutrons For, suppose a nucleus contains N neu- 
trons and P protons, and suppose that N > P. Then, if a neutron 
were to be replaced by a proton, the energy of the nucleus would be 
decreased by the amount of the negative potential energy due to 
the added proton interacting with iV — 1 neutrons, and increased by 
the loss of the negative energy due to the interaction of a neutron with 
P protons If iV — 1 > P, the net effect would be a decrease in the 
nuclear energy. Hence, under these circumstances, there would be 
a tendency for a neutron to emit an electron as a /3 particle and to turn 
into a proton, thereby decreasing the nuclear energy and at the same 
time making N more nearly equal to P In the same way, we may infer 
that, if P — iV > 1, a proton should emit a positron and turn into a 
neutron. 

The decrease m energy due to such a change would have to be 
sufficiently great, to be sure, to provide not only some kinetic energy 
for the emitted particle but also its rest energy mc^; otherwise no 
change could occur. The absolute value of the energy interaction of 
proton and neutron must be relatively large, however In Sec. 207 
we have seen that energy equal to 2 2 Mev is required to break up a 
deuterium nucleus into a neutron and a proton. In all heavier nuclei 
the binding energy per particle is of the order of 7 or 8 Mev. In 
companson with such energies, the rest energy of an electron or posi- 
tron, 0 61 Mev as in Eq. (319), is rather small. Thus, we should 
expect a strong tendency for i\r and P to become nearly equal as a 
result of positive or negative iS-ray activity. 

The electrostatic repulsion of the protons must next be considered. 
The potential energy due to this repulsion adds a positive term in the 
energy, roughly in proportion to P^. Hence, its presence will cause 
P to tend to diminish, and the actual ratio of iV to P will be that at 
which there is a balance between the tendency of the proton-neutron 
attraction to bring N and P into equahty and the tendency of the 
proton repulsion to diminish P. Our final conclusion is thus that N 
should somewhat exceed P, at least in the heavier atoms. 

The magnitude of the energy due to proton repulsion can be 
estimated frdm the classical picture of the nucleus described above. 
Equation (332) indicates that the distance between protons in a 
nuclew Aould be of the ordw of 10“^® cm. The electrostalie energy 
of 2 prot<ms 10^^^ cm. apart is only 
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This is small as compared with the total binding energy of a helium 
nucleus, or 28 Mev. From this example it is clear that proton repul- 
sion ivill have little effect upon the ratio N /P in all light nuclei, so that 
this ratio should be close to unity 

The repulsive effect will rise rapidly, however, as Z increases If 
the 80 protons in a mercury nucleus, for example, were distnbuted uni- 
formly over the surface of a sphere of cm radius, which is a 

little larger than the value of p as given by Eq (322) , their electrostatic 
energy, computed classically, would be 


iZey (80 X 4.80 X 10-*“)" 

2r 2 X 10-12 X 1.60 X lO-^^ X 10® 


= 460 Mev 


If they were scattered throughout the sphere, as they are in reality, 
their energy would be still larger On the other hand, the total energy 
that IS released in binding 120 neutrons and 80 protons into Hg^"®, 
with a mass of 200 028, is only 

120 X 0 00893 -t- 80 X 0.00812 — 0.028 = 1 69 a m u. or 1,570 Mev. 

This is less than four times our estimate of the positive repulsive 
energy. Thus, in the heavier nuclei, the effect of proton repulsion 
becomes comparable with that of the neutron-proton attraction, and 
the number of protons should, in consequence, be considerably smaller 
than the number of neutrons in the nucleus. 

The composition of the nuclei that occur in nature is in good 
agreement with these deductions from our tentative assumptions. 
A glance at the table in Appendix I shows that there is a strong tend- 
ency for N, which equals A — .Z, to equal P or Z up through calcium, 
Z = 20 Beyond this point N always exceeds P, the ratio N/P 
increasing to about 1.5 in the heaviest nuclei. 

The occurrence of isobars, or isotopes having the same mass 
number A but different atomic number Z, might seem to present a 
difficulty for the theory just stated, since, for a given number A of 
particles, there should be a unique value of P or Z that rnaJces the 
energy a minimum. Among the atoms that occur in nature, however, 
isobars are not abundant, and, where they do occur, usually only two, 
rarely three, different values of Z occur for a given vidue of A . Perhaps 
in such cases the difference m energy is too small to permit timsforma- 
tion, by the emission of a ySrray, into the isobar of lowest energy. The 
known masses are not suffidently accurate as yet to permit a genaral 
test of this explanation. Furthermore, la a few eases jS-ray aetivity is 
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actually observed to be going on; for example, a rare isotope of potas- 
sium, isobaric with the commonest isotope of calcium, 2oCa^^, is 

lesponsible for the slight radioactivity which potassium has long been 
known to exhibit. Many isobaric isotopes have now been produced 
artificially, but nearly all of them are strongly radioactive. 

All known nuclei with 2 > 83 are likewise radioactive, presumably 
because of the overwhelming effect of proton repulsion Probably 
the nonoccurrence in nature of nuclei with Z > 92 is due to the rapidity 
with which such nuclei undergo radioactive change. 

(&) The Interactions of Neutrons with Neutrons and of Protons with 
Protons — Since a proton and a neutron interact, in spite of the absence 
of an electric charge on the neutron, it seems probable that neutrons 
also interact with one other. If this is so, then it may be surmised 
further that a similar short-range attractive interaction may exist also 
between 2 protons, superposed upon their electrostatic repulsion; it 
may be that 2 protons, if they come close enough together, will attract 
each other 

The interaction between protons can be studied by observing the 
scattenng at wide angles of high-speed protons by the element hydro- 
gen, which 18 just a collection of almost stationary protons so far as 
the impinging proton is concerned, the deflecting effect of an electron 
being negligible because of its very light mass.^ Careful experiments 
actually point to the existence of an attractive interaction between 2 
protons which can be said very roughly to overbalance their repulsion 
when they are less than e^jmc^ or 3 X cm. apart. ^ (All such 
statements are essentially of the nature of classical analogies, of course; 
the mathematical analysis of the data nesessarily follows wave- 
mechanical lines throughout.) 

The attractive effect between 2 protons, as inferred from the 
scattering experiments just mentioned, is about the same as that 
between a proton and a neutron. It is natural to suppose, then, that a 
similar attraction exists also between neutrons. Jf the n^eutronr-neutron 
and proton-proton attractions are equal, it is easily seen that the conclu- 
mom drawn above concerning nuclear composition remain valid. 
Since these conclnsions in turn agree with the facts, we may infer 
that the two atttactiye effects, if not equal, must be at least not very 
diff^ent. . 

^ Aooording to olasrfoal pieobamos an eleotrou would be set in motion by a 
proton p«^ng <iloee to it, but, by conservation of momentum, the effect on the 
y^Octty <>f the proton Would be very small. Corree^nding result^ folow from, 
wave > - -- ‘ . ' i ■ 

and Bfnnnwn, ^ 
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(c) Proton and Neutron Spin . — ^Another point to consider, in 
dealing with the binding of particles into a nucleus, is the possibility 
of proton and neutron spin. In the deuteron the band spectra of 
deuterium, H|, indicate the existence of an angular momentum cor- 
responding to a quantum number 7=1. This is easily accounted for 
if the neutron and proton each has spin with 5 = In spectroscopic 
terminology, we may then explain the value 7 = 1 by supposing that 
the nucleus Hg is normally in a triplet state {cf. Secs 138 and 140) 

If these conclusions as to spin are correct, there may well be a 
tendency for neutrons, and hkewise protons, to occur in pairs in the 
nucleus, the members of each pair having opposite spins This is in 
agreement with the observed facts. The smallest nucleus that can 
be constructed out of such pairs is the helium nucleus, Hel As we 
have seen, the binding energy per particle of He^ (7 0 Mev) is of the 
same order of magnitude as that of all heavier nuclei, and is over three 
times greater than that of the deuteron (2 2 Mev), which contains only 
a single neutron and proton. The next three elements after He have 
smaller binding energies per particle than has He^, as is evident from 
the fact that their packing fractions, given in Appendix I, are larger. 
Thus the structure of the helium nucleus or a particle presumably 
represents a peculiarly stable configuration, in analogy with the closed 
subshell of atomic theory. 

As Z becomes large, the binding energy per particle increases again 
and finally becomes greater than that of He^. This suggests that 
heavy nuclei may be thought of as formed, in part at least, of helium 
nuclei, which are more lightly bound together than the particles 
in the hehum nucleus itself. Mass numbers divisible by 4 do not 
seem to occupy any privileged position, however. On the other hand, 
there is an obvious tendency for the neutrons and protons to occur 
in pairs. Inspection of the table in Appendix I shows that elements 
with even atomic number Z have, as a rule, many more isotopes than 
those with odd Z. Furthermore, even Z usually goes with an even 
value of A, the mass number, and odd Z with odd A, and this means 
that usually the number of neutrons is even. An odd value of Z is 
combined with an even value of A in only four stable nuclei (H^, Li®, 
B^®, N^^). It is also significant doubtless, that some 87 percent of the 
earth^s crust is composed of elements of even atomic number. 

210. The Explanation of Natural Radioactivity. — The broad fea- 
tures of natural radioactivity are easily understood in terms of the 
theory of nuclear structure just described, as is also the related fact 
that elements with Z > 92 do not occur in nature. Any nucleus con- 
taining more than 92 protons, even if it contains also the most favorable 
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number of neutrons, presumably sooner or later breaks up owing to the 
repulsions of the protons In uranium {Z = 92) and thorium (90) 
among natural atoms, we see such a process of disintegration actually 
occurring, although at a slow rate; protactinium (Pa, Z = 91) is much 
scarcer and disintegrates more rapidly, as befits its odd value of Z. 
Stability is not reached until Z has sunk to 83 (bismuth). 

That it should be an a. particle that breaks off from a nucleus, under 
such conditions, rather than either single protons or neutrons or some 
other group of them, is not so easily seen. This fact must be a con- 
sequence of the especially low energy of the two-pair structure of the a 
particle. The eventual emission of ^ particles, on the other hand, is 
readily explained. As successive a particles are emitted, thereby 
decreasing equally the number N of 
neutrons and the number P of pro- 
tons in the nucleus, the ratio N/P, 
already greater than unity, becomes 
stni larger; it may become so large 
that a neutron turns into a proton 
with the emission of an electron, 
thereby lowering the energy and bring- 
ing N /P nearer to its normal stable 
value. Thus is explained the occur- 
rence among the naturally radio- 
active heavy elements of the emission of negative /3-rays but never of 
positive ones. 

It is sometimes helpful to employ the following semiclassical 
picture of the process of a-ray emission. Imagine a group of 2 neu- 
trons and 2 protons in the form of an a particle to start out of the 
nucleus. At first, the group will be held back by the attraction of the 
remainder of the nucleus; as it moves out, therefore, the potential 
energy of the nucleus rises. The attraction rapidly decreases, how- 
ever, imtil at a certain point it just equals the repulsion between the a 
particle and the protons in the remainder of the nucleus; at this point, 
the potential ener^ is a maximum. Beyond this point the repulsion 
predominates, the potential energy decreases, and the a particle is 
accelerated outward. The trend of the potential energy V of the 
nucleus, assumed i^ero at infinity, as a function of the distance r of 
the a particle from the center of the nucleus, will thus be as illus- 
trated in Fig. 200. We can think of F as consituting a ^'potential 
barrier'^ tending to hold the a particle in the nucleus. 

If adhere strictly to classical theory, to be sure, we encounter 
smous difficulties in endeavoring to understand the don rafe of a-ray 
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emission, on the basis of this picture. If an a particle is to escape 
across the barner, it must have an energy W exceeding its mai^um 
potential energy Vm when at the top of the barrier. While it is still 
inside the nucleus, therefore, having presumably the same total energy 
W hut less potential energy, it must possess a considerable amount of 
kinetic energy and so must be in motion; why, then does it not issue 
immediately from the nucleus, mstead of waiting for an appreciable 
length of time? Furthermore, why may one atom of a substance 
like radium disintegrate almost immediately, whereas another atom, 
apparently identical with the first, may wait a thousand years? 

As in so many other cases, wave mechanics comes to the rescue. 
If IF > Fm, wave mechanics indicates that the a. particle should 
depart quickly, just as in classical theory. Escape ts also possible, 
however, ij W < Fm, contrary to the classical result. The process 
18 similar to the Auger effect in atoms [Sec. 190(6)] Provided IF > 0, 
the vf' waves leak through the barrier, at least at a slow rate, so that 
the probability of finding the particle outside the nucleus continually 
increases with the time. The higher the top of the barrier, i.e , the 
greater the value of Fm - IF, and the wider the barrier, the slower 
is the rate at which the wave packet streams outward and the smaller 
IS the chance per second that the a particle issues from the nucleus. 
In this way, we can understand even such slow disintegration as that of 
uranium, where the chance of escape of an a particle is only 4 9 X 10~‘* 
per second 

When the a particle does come out, its kinetic energy will be equal 
to its whole energy IF. Since, as we have seen, Fm > IF, the observed 
kinetic energy of the a particle sets a lower limit to the height of the 
bamer that must be assumed to surround the nucleus. 

211. Nuclear Quantum States . — As has been shown in Secs. 208 
and 209, many features in the behavior of nuclei can be understood 
by thinking of the nucleus in terms of classical imagery. A severe 
limitation to the use of such ideas must be recognized, however, in 
view of the common existence of sharply defined nuclear energy levels, 
as revealed by the hne structure of r-ray spectra. A nucleus that is 
capable of suddenly jumping into a normal state of lowest energy, 
with the emisdlQn of a monochromatic -y-ray, must be in a state very 
different from that, for example, of a vibrating drop of liquid. All 
known facts indicate that every nucleus possesses a discrete set of 
possible quantum states, and a corre^onding array of energy levels. 
The lower levels are rathrar wMefy spaced, at least in li^t nuclei, but 
the spacing decreases as the ia.fgeaS^ AfeCFe the tame quan- 

tum levels, moreover, there is ism artiy of psCnddWvels Vepresentii^ 
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states in which the nucleus may exist momentarily before disinte- 
grating with the emission of a matenal particle. 

It IS a recognized principle of quantum theory, hoAvever, that the 
measurement of energy reqmres time, and for this reason the sharpness 
of any energy level comes into evidence only in proportion to the length 
of time that the level has been occupied. [This is another example of 
the indeterminacy principle (Sec. 112) ] If for any reason there 
exists a finite probability that the system will undergo a transition 
from a certain state into another state, then the energy associated with 
the first state is indefinite to an extent that is proportional to the 
probability of transition. Roughly, the indefiniteness or uncertainty 
AE in the energy E of any level has a magnitude h/T where h is 
Planck^s constant and T is the mean life of the system in that level. 
The energy level itself is commonly regarded as possessing a certain 
width of magnitude AE. The energy that is released in a transition 
between two levels varies, from one transition to another, over a range 
lepresented roughly by the sum of the widths of the two levels. 

The principle of level width just described appears to hold for 
nuclei, j'ust as it does for the electron shell surrounding the nucleus 
Only the normal state of lowest energy has zero width Other states 
have widths that vary greatly according to the types of transition out of 
them that can occur. 

From many nuclear states transitions are possible only in associa- 
tion with the emission of electromagnetic radiation in the form of 
7 -rays, resulting from the electric fields of the protons. The mean 
life of a nucleus in such a state may be long, perhaps even several days, 
but it IS more commonly short, perhaps of the order of 10“^® sec. 
Even the shortest mean lives of such states, however, are long enough 
to permit a definition of the nuclear energy that appears to the physi- 
cist as quite sharp. Accordingly, all 7 -rays, so far as is known, 
arise from transitions between relatively sharp levels, and the 7 -rays 
arising from a given transition form a sensibly monochromatic hne. 

Other nuclear states (or pseudostates) are capable of undergoing 
change through the emission of a matenal particle, viz , a position, a 
negative electron, a neutron, a helium nucleus, or, rarely, a deuteron 
or the nucleus H^. Sometimes such states are long-lived, the transi- 
tion probability being very small; in such cases the nuclear energy of 
the initial state is relatively sharply defined. In many other cases, on 
the other hand, the emission of a heavy particle occurs extremely 
quickly, perhaps in a time of the order of 10”^° sec. The energy of a 
state that can undergo disintegration in this fashion is poorly defined 
and may be regarded as varying according to the manner in which the 
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statft is produced. If & nucleus in such a state results from the absorp- 
tion of a bombarding particle, then its energy increases as the energy 
of bombardment increases; and the kinetic energy of the particle that 
is subsequently emitted increases to the same degree, thereby pre- 
serving the conservation of energj' In this property of the nuclear 
quantum states, and in the fact that states capable of disintegration 
into heavy particles seem also usually to be rather closely spaced in 
energy, is to be found the explanation of the fact that the energy of 
bombardment can always be varied continuously over a wide range 
without great loss of effectiveness 

Many examples illustrating these ideas will be found in the 
remainder of this chapter. 

POSITRONS, NEUTRONS, NUCLEAR REACTIONS 

In the last five sections a brief discussion has been given of the 
attempts, on the whole strikingly successful, to develop a theory of 
nuclear structure. We shall now return to the description of the impor- 
tant sequence of fundamental discoveries that were made during the 
third decade of the present century The field of known nuclear 
reactions ivill then be surveyed, with the astonishing phenomenon of 
nuclear fission as the closing topic. 

212. Positrons. — When, during the years following 1928, the cloud 
chamber in a magnetic field came mto general use for the study of 
cosmic-ray particles, it was observed that many of the particles, if 
assumed to be negative electrons, must have traversed the chamber 
in an upward direction. This was surprising, in view of evidence 
that the cosmic rays must onginate well above the earth’s surface. 
Some supposed that these tracks were in reality made by protons 
traveling downward. 

In 1932, however, usmg a magnetic field of some 15,000 oersteds, 
Anderson obtained a photograph of a track that could only have been 
caused by a positively charged particle much lighter than a proton ‘ 
(reproduced in Fig. 201). The track passed through a sheet of lead 
that had been placed in the chamber but was unequally curved on the 
two sides of the lead. This difference of curvature was ascribed, 
as in other similar cases, to a loss of energy by the particle in the lead, 
the direction of motion being assumed to be from the side on which 
the track was less curved tow'ard that on which it, was more curved, 
indicating a lower velocity. If this conclusion as to the direction of 
motion was correct, however, the direction of the curvature of this 
particular track was such as tot indimte that the particle carried a 
* Andbbson, Science, voL T6, p. 2® (1932); jP%». 4% p. 491 (1988). 
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'pos'itive charge Yet it could not be a proton, for the cuivatui*e was 
so great that the particle, if a proton, would have an energy of only 
300,000 volts, and a pioton of this eneigy is known to have a range in 
air of only 5 mm , whereas Anderson's track showed no diminution of 
curvature, indicating no loss of energy by the particle, in a distance 
of 5 cm Other tracks of the same natm*e were observed subsequently. 
Anderson concluded that these tracks were caused by positively 
charged particles having the same mass and numerial charge as the 
electron. He called the new particle, at first, a ‘‘positive electron," 
later a ^‘posttron.^^ Negative electrons he proposed to call ^^nega- 
trons,'' thus leaving the term electron to stand for particles of both 



Fig. 201.-— 'Ileproduotioji of the first cloud-chamber photograph showing a track 
recognized as that of a positron ^Photograph kincHy lent by Professor C D. Anderson. 
See Phys. Rev , vol 43, p. 491 (1933) ] 

signs; but “negatron” does not seem to be coining into use. The 
meaning attached to the term “electron” varies. 

Subsequent work has confirmed Anderson’s discovery and has 
revealed other experimental sources of positrons. They are observed 
to be emitted by many artificial radioactive substances, as described 
in later sections. Furtfiermore, they can be produced by the passage 
of 7 -rays, or even, probably, of hi^-speed electrons, through nuclear 
fields. So far as is, known, they are an exact counterpart of ordinary 
electrons, differing only in the sign of their charge. In a cloud cham- 
ber, they produce the wne thin, beady track as does an ordinary 
electron, but ti^ track fe curved in the opposite direction in the pres- 
ence of a magnetic 1^4- 

TpatfOne are ;^o^®®4' ^ r-^ays in f ma|nner s^rikin^y different 
from any ofteet ra^tibntso far described. It appears that when a 
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y»ray of sufficient energ>^ traverses a strong electric field, like that near 
an atomic nucleus, there is a certain chance that the y-ray may, in a 
sense, be converted into an electron and a 'positron. In such a process, 
algebraic charge is conserved, since equal amounts of positive and 
of negative electrification are produced This phenomenon is called 
^'pair production.'" Of the y-ray energy hv, s. part 2mc^ is accounted 
for by the rest energy of the pair of particles,- the excess, hv — 2nic^y 
appears as their kinetic energy. Hence, such processes can occur 
only if the y-ray photon has energy hv > 2mc^ = 1.02 Mev or a wave 
length 

X < 0.012 A - 12 X.U. 

A partially satisfactory theory of this effect can be based on Dirac's 
relativistic theory of the electron;^ and experiments have confirmed 

the existence of the pair process, in 
conformity with the theory.^ Absorp- 
tion of y-rays due to pair production 
has even been made the basis of a 
more precise method of measuring 
y-ray energies; for this purpose, the 
kinetic energies of the pair of particles 
are measured in a cloud chamber 
placed in a magnetic field ® 

A photograph obtained by Cune- 
JoKot and Joliot,^ showing a positron- 
electron pair produced by a y-ray in 
the gas of a cloud chamber situated in 
a magnetic field, is reproduced in Fig. 
202. Another photograph, showing 
three tracks, obtained by Ogle and 
Kruger/ is shown in Fig. 203. Since 
two of these tracks were made by 
particles carrying a negative charge, 
this latter photograph is believed to 
represent one of the rare instances in which a pair is generated 
in the field of an atomic electron, this electron being itself pro- 

^ Cf, Heitler, '‘The Quantum Theory of Radiation,” 2d ed , Chap. IV, 1945. 

2 Anderson, SctencCj vol. 77, p. 432 (1933); MeItner and Philipp, Natvrmss.^ 
vol 21, p. 286 (1933); Chadwick, Blackett, and Occhulini, Roy. Soc., Proc.^ 
vol. 144, p. 235 (1934); Curib and Joliot, Comptes RendiiSfYol. 196, p 1581 (1933) , 
and later articles. 

3 Kruger and Ogle, Phys Rev., vol 67, p. 273 (4945). 

* Curie and Joliot, J. Phymque et h RaMum, 4, p. 494 (1933). 

5 Ogle and Krugeir, Phys. Rev , Vol 67, p. 282 (IMS). 
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Fio. 202. — A pair consisting of a 
negative electron and a positron pro- 
duced by a Y-ray in the gas of a cloud 
chamber situated m a magnetic field 
(Photograph hy Cuns and J olxot.) 
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jected at high speed. The threshold energy of the 7 -ray for this 
process, according to Perrin, should be in the present instance 
the 2.68 Mev 7 -rays from the artificial radioactive substance Na-"^ 
were employed, so that ample energy was present. 

There are thus three distinct ways in which a photon can cause the 
emission of an electron from matter: by photoelectric absorption, by 



Fig. 203. — Cloud-chamber phoiiograph showing an electron-positron pair created 
by a photon in the field of an electron, which is also projected and makes a third track. 
{Obtained by Ogle and Kroger,) 


the process of Compton scattering, and by pair production Photo- 
electric absorption amd the pair process involve absorption of the 
entire photon; Compton scattering merely weakens it. In photoelec- 
tric absorption and in Compton scattering, a preexisting rfectron is 
ejected from an atom; in pair production a new electron is created, 
along with a po^tron. The relative probability the three processes 
depends upon the frequmcy of the photon and also iipbn tte atomic 
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number of the atom in which the process occurs A beam of soft 
X-rays liberates many more photoelectrons than Compton electrons 
As the frequency moves into the typical region, however, the 

photoelectric absorption decreases rapidly, and the Compton scattering, 
which decreases only slowly, becomes dominant. Finally, as Az/ 
passes 2mc^ pair production begins, and ultimately, at extremely high 
frequencies, absorption accompanied by pair production becomes the 
principal cause of the weakening of a y-ray beam as it passes through 
matter. To give a birds-eye view of the facts, there are indicated 
roughly in Table VI the photon energies at which successive pairs ol 
the three processes become equally probable in the impact of a photon 
upon one of 4 typical atoms. 


Table \T 



P 


Cu j 

Pb 

Photoelectnc and Compton effect are equal at 
hv (Mev) ... 

0.025 

0.05 

0.15 

0 5 

XU.. .. 

600 

260 

85 

22 

Compton effect and pair production are equal 
at 

hv (Mev) . . 

27 

15 

9 

5 

XU . . 

0.45 

0.8 

1 4 

2 5 


Since positrons can be created, we shpuM expect that they can 
also be destroyed; and such indeed appears to be the fate of all posi- 
trons. The commonest process of destruction is one in which a 
positron unites with a free or loosely bound electron and both dis- 
appear, their entire energy passing away in the form of 2 photons of 
equal frequency. If their initial kinetic energy is negligible, the 
frequency is given by Ar '= = 0.51 Mev, and the wave length 

is 0.024 A = 24 X.U. An alternative but much less probable process 
is the combination of a positron and an electron near a nucleus, 
accompanied by the emission of their combined rest energy in a single 
photon of energy 

hv == 2mc^ = 1.02 Mev 

(the initial kinetic energy being a^umed negligible). Most positrons 
come to rest before being annihilated,^ and are then unable to penetrate 
the interiors of atoms, so that the Second type of annihilation mentioned 
becomes impossible; hence the annihilation radiation as observed 


1 Cf, Bbthe, Roy Soc., Proc , vol. 150, p 129 (1935). 
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usually consists mostly of the frequency first mentioned or y = mc^/h 
This latter radiation has been observed by several experimenters.^ 

The older observations of Gray and Tarrant^ also merit a comment. 
They noticed that the very hard y-rays from Th C" were scattered very 
strongly by lead and, upon investigation of the scattered rays, found 
in them a strong component of about hv = 5 X 10® ev and also some 
indication of rays near 10 ® ev These rays they ascribed at first to 
fluorescence by the nucleus. It is now beheved that they arise from 
annihilation in the lead of positrons which are produced in the lead 
itself by the primary y-rays, for which hv = 2 & X 10® ev. The mean 
free path of a positron so produced in lead should be only of the order 
of 0 5 mm, so that most of the positrons generated in the lead would 
also undergo anmhilation m it. We have here an interesting example 
of the interplay that often occurs between different and apparently 
unconnected lines of research Had the positron been discovered a 
few years earlier, Gray and Tarrant would not have wasted time elab- 
orating their theory of nuclear fluorescence. On the other hand, had 
the discovery been delayed longer, the theory of nuclear fluorescence 
might have come to be accepted for a time. 

That positrons are not commonly met with in the laboratory is 
due, no doubt, to the abundance of (negative) electrons in matter 
with which they may unite But why are electrons so abundant? 
Perhaps because there are so many nuclei, built out of neutrons and 
positive protons, which serve to bind the electrons into atoms Then 
why are there no negative 'protons which might similarly bind positrons 
into atoms? Thus does each discovery in physics raise fresh questions, 
answers to which it is left for future physicists to discover. 

213. The Discovery of Induced Radioactivity. — Almost immedi- 
ately after Anderson announced his discovery of positrons, it was 
reported by several experimenters that positrons are emitted from 
many targets when bombarded by high-speed ions. It was supposed 
at the time either that the positrons were produced as a direct effect 
of the bombardment (which is now believed never to occur), or that 
the bombardment gave rise to 7 -rays and these produced pairs of 
electrons and positrons 

While studying with an ionization chamber the positrons emitted 
from aluminum or boron when bombarded with a particles from 
polonium, Ourie-Joliot and Joliot made the important discovery that 

^E.g j by KpEMrEREit, Cambridge PhtL Soc j Proc ^ vol. 30, p. 347 (1934); 
Crane and Latjbitsbn, Phys. Rev , vol 45, p 430 (1934). 

2 Gray and Tarrant, Roy. Soc\ Proc , vol 136, p. 662 (1932) ; vol 143, pp. 681, 
706 (1933). 
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the eniission. of positrons did not coaso at once when the polonium w as 
removed.^ The positron acti\dty was found to decay exponentially, as 
does the activity of a radioactive substance, with a period (or time 
rcQuired for a decrease to half) of 3 min. 15 sec. in the case of alumi- 
num, or 14 min. in the case of boron. It was concluded that the a 
particles had transformed atoms of aluminum or boron into atoms of a 
radioactive isotope of some other element, which then eventually 
disintegrated into positrons and stable atoms of some sort. The 
emission of a positron will decrease the atomic number Z by unity, 
just as, on the contrary, the emission of a negative ^-ray raises it by 
unity The follovdng reactions were suggested, denoting a positron * 

uAP’' + aHe" 15 ?®° + on\ 15?®° 

+ 2 He" 7N13 + onS tN'® 

Here Si®° and are stable isotopes known to occur in nature, but 
and are not, only and being foimd. In these 

cases, the primary reaction results also in the ejection of a neutron 
Now this explanation can at once be put to a chemical testj for 
should be chemically separable from Al, and N^® from B. Curie and 
Joliot made such tests for the aluminum reaction as follows. Alumi- 
num which had been thoroughly activated by a-ray bombardment was 
dissolved in HCl and the solution evaporated to dryness, within the 
space of 3 min., and then the residue was tested for positron activity. 
It showed none. The activity had presumably gone off in the gas that 
was evolved. It is known that phosphorus treated in this manner 
would pass off as the gas PH 3 . The process was then repeated, but 
this time the gas itself was caught, in a tube with walls sufficiently thin 
to transmit the positrons. Most of the activity was then found in the 
gas. As a second test, the aluminum was dissolved in aqua regia, 
without evolution of gas, and a compoimd of zirconium was added 
which would precipitate phosphorus as zirconium phosphate, the 
aluminum remaining in solution; the positron activity was now found 
in the precipitate but not in the solution. These tests showed that 
the substance emitting the positrons was definitely not aluminum 
and was almost certainly an isotope of ordinary phosphorus. Anal- 
ogous tests identified the substance produced from boron as nitrogen. 

The discovery of induced radioactivity advanced nuclear work 
enormously, because it opened up a new possibility of establishing the 
chemical nature, i.e,, the value of the atomic number Zj of the products 
of nuclear reactions. If these products ai;^ ratfioactiv^, they can be 
followed in chemical reactions by means of ]tiic?j|r’fsdips^ctivity whereas 

1 Irene Curie and F. Joliot, Comptee Emdim, vbl. 19^ pp. 254, 40S, 559 
(1934) 
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otherwise they cannot be located and their chemical nature remains 
necessarily an inference from indirect evidence, such as considerations 
of mass and energy. It is particularly easy to demonstrate that a 
given radioactive substance is not isotopic with a given element; it is 
only necessary to mix the two and to show that they precipitate in 
different proportions, or otherwise behave differently, in some one 
chemical reaction. 

As soon as Curie-Joliot and Joliot announced their discovery, the 
study of mduced radioactivity was taken up in many other laboratories, 
and new cases of it were announced at a rapid rate. Many examples 
will be described in later sections of this chapter. Before discussing 
nuclear reactions further, however, it will be advantageous to descnbe 
next the prmcipal methods that have been developed for the production 
of high-speed ions to be used in bombarding nuclei. The various 
lines of fundamental nuclear research during the decade from 1930 to 
1940 were so interwoven that they are hard to separate. 

214. Artificial Transmutation by High-velocity Protons. — It was 
soon realized that it would be advantageous to use artificially pro- 
duced particles of high velocity instead of a particles for the produc- 
tion of nuclear transmutations, in order to free experimentation from 
the limitations incident to the use of radioactive sources. This was 
first done in the pioneer experiments of Cockcroft and Walton, in 
which nuclear transmutations were first produced by means of arti- 
ficially accelerated ions.^ 

The high potential for use in these experiments was produced by 
means of a combination of condensers and rectifiers.^ The method 
has analogies with the old scheme of charging a number of condensers 
in parallel, insulating them, and then connecting them in series so as 
to add up their potentials; but here all connections are made electri- 
cally. Two columns of condensers are used, cross connected with 
rectifiers in such a way that, when the potential of either column is 
raised sufficiently relative to the other by means of a potential differ- 
ence applied at their bases, electrical charge flows across through the 
rectifiers to the other column. Thus, by using an alternating potential 
difference, charges are pumped up to the tops of the columns. Poten- 
tials as large as 700,000 volts could be produced in this manner, 
using an applied voltage of a quarter as much supplied by a high-ten- 
sion transformer.* 

1 CocKCEOFT and Walton, Roy. Soc.^ Proc , vol. 137, p 229 (1932). 

* Cf. Cockcroft and Wax^'on, Roy Soc , Proa, voL 136, p. 619 (1932) ; Grbi- 
Nacher, Zoits f Phynhj. vob 4, p 195 (1921). 

®For later deV^opments, see MANr»BT, Haworth, and liUrinKE, Beo Sa 
ImtrumentSj vol. 12, p 587 (1941), 
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In this way Cockcroft and Walton w^ere able to bombard a number 
of the lighter elements with protons having energies up to 500,000 
electron-volts, the proton current being of the order of 10“® ampere. 
Under such bombardment, a number of the elements emitted a 
particles, the process bemg thus the converse of bombardment by a 
particles. When hthium, for example, was bombarded by protons of 
250 electron-kilovolts equivalent energy, a particles were observed 
whose range in air was about 8 cm., corresponding to an energy of some 
8.6 X 10® electron-volts. Increasing the bombarding energy up to 
500 electron-kilovolts did not appreciably alter the range of the emitted 
a particles The a particles were observed both by means of scmtilla- 
tions and with an electncal counter [Sec. 198(a),(6)]; later their tracks 
were observed by Dee and Walton in a cloud chamber.^ 

These results were explained by assuming that the proton pene- 
trates the Li"^ nucleus, after which the product nucleus thus formed 
breaks up into two a particles, the net reaction being 

LU-^Hl-^2He^. (323) 

If this interpretation is correct, a simple conclusion can be drawn 
concerning the directions of projection of the a particles. Their 
momentum is so large that the momentum of the incident proton can 

be neglected; it follows then from the conser- 
vation of momentum that the two a particles 
must be proj'ected with approximately equal 
velocities in opposite directions Cockcroft 
and Walton confirmed this conclusion by 
placing a thin hthium target at 45° to the 
stream of incident protons as shown in Fig 
204 They found that in a large number of cases scintillations 
appeared simultaneously on the screens Si and S^- 

The energy relations in this reaction are particularly interesting 
because the energy of the a particles so greatly exceeds that of the 
incident protons. The excess energy must be derived from the rest 
energy of the nucleus. As an energy equation we may write 

Li^ + HI + E{1S}) = 2He4 + i^(2He^), 

in which isotopic symbols have been writtep to represent rest energies 
and and E(2 He^) stand for the kinetic energies of the proton 

and of the a particles, respectively. Or, following recent custom, we 
may write 

LU + =- 2He" + 0 

1 Dee and Waeton, Roy, Soc., Proc , voL Ml, p 733 (1933) 


Sj 


J 


Fio 204 


( 324 ) 



Sec. 214] 


HIGH-VELOCITY PROTONS 


607 


where Q = E{2'Re^) E(H.^) and represents the heat of reachon or 

net amount of energy leleased by the reaction, in the form of kinetic 
energy in the present case To test the equation, we have, from 
modern data, using Eq (318) 


Mev 

Rest energy of Li^ (7 0180 a m u.) 6540 8 

Rest energy of (1 0081 a m u ) 939 6 

Kinetic energy of 0 250 

Rest energy of He^ (4 0039 a m u ) 3731 6 

Kinetic energy of each He^ 8 6 


Thus from the kinetic energies 

Q = 2X86-0 25 = 16.95 Mev; 
whereas, from the masses and Eq. (324), 

Q = Li^ + HI - 2He4 = 17 2 Mev. 

The agreement is within the experimental error Thus we are dealing 
here not only with a transmutation of the elements but also with a 
genuine release of energy out of the lithium atom, at the expense of its 
ordinary measured mass. 

In this calculation we have used masses of the neutral atoms, 
whereas the equation refers, strictly speaking, to the lare nuclet. The 
balance of the atomic numbers in the equations implies, however, a 
balance in the numbers of circumnuclear electrons as well; hence, 
errors due to the inclusion of the electronic masses in the values used 
for nuclear masses cancel out. 

To make such calculations sigmficant, it is obvious that atomic 
masses must be known with high precision. Many of them are. 
The error in the mass-spectrographic values cited here is supposed to 
be less than 0.0002 in the case of Li^ and less than 0.00007 for each 
of the others If these errors all had the value stated and the same 
sign, the total error would be 0 0005 or about 0 5 Mev. It is likely, 
however, that the error in Q as calculated from the masses would not 
exceed 0 2 Mev, which is about the difference between the two values 
of Q as found above. 

The kinetic energy of the proton is so small m this case that 
variation in its energy should make little difference in the range of the 
a particles, as was actually found to be the case. 

Cockcroft and Walton also tested the elements Be, B, C, O, F, Na, 
Al, K, Ca, Fe, Co, Ni, Cu, Ag, Pb, U and observed an emission of a 
particles in most cases Later work has shown, however, that in many 
cases the weak effect observed was really due to an impurity in the 
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target. The following nuclear reactions proposed by C'cekcroft and 
Walton appear to have been confirmed: 

Boron: 466*^ + 2He'^ or SaHe^; 

Fluonne* + aHe^ 

Thus, in the case of boron, the product is sometimes three ^ particles, 
sometimes an a paiticle and a Be^ nucleus. 

For fluonne^ the energy equation can be written 

iri9 + - He" - Q, 

19 0045 + L0081 ~ 16 - 4.0039 - 0 0087 a.m.u , 

corresponding to 

Q = 8 1 Mev 

Here Q represents the gain in kinetic energy due to the reaction, or the 
kinetic energy of 0^® and He" minus that of H^ According to later, 
more precise obsen^ations," the a particles produced by this reaction 
have a range of 6 95 cm. when released by protons accelerated in a 
cyclotron (Sec 215) to an energy of 1.63 Mev. The kinetic energy 

given to the 0^® nucleus was not measured, 
but allowance for it can easily be made in 
the following manner. 

In the later experiment just mentioned, 
the a particles were observed in a direction 
at right angles to the proton beam ; and under 
such circumstances a complete dynamical 
analysis of the collision is easily made. Let 
ilf 1, Ar2, Afs denote the masses of the proton, 
a particle, and residual nucleus, 0^®, respec- 
tively The 0^® nucleus moves off obliquely 
(Fig. 205) ; let us resolve its velocity into two components, V\\ parallel 
to the proton velocity v, and V± opposite to the velocity u of the a 
particle. Then by conservation of momentum 

M^v = /. 

Thus 
Q = 

1 Henderson, Livingston, and Lawrence, Metr.f Voli 46^ p 38 (1934) 
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or 

« - (‘ + k)®* - - k)®" 

where Ei = Miv^/2 and = M 2 U^/ 2 j representing the respective 
kinetic energies of the incident proton and of the ejected a particle. 

For 6.95-cm. a particles, we have E^ = 7.70 Mev.^ Substituting 
in (325) this value and = 1 63 Mev and the approximate masses 
Ml = 1, M 2 == 4, ilfg = 16, we find 

Q = 8 10 Mev. 

This agrees excellently with the value of Q calculated above from the 
atomic masses (8.11). Every successful check of this sort not only 
confirms the particular nuclear reaction that has been assumed to 
occur but also suppoits once more the pnnciple of the close relation 
between mass and energy. 

The effects of the bombardment of fluonne with protons are actu- 
ally more complex, however, than is indicated here (see Sec. 226). 

216. The Production of High-speed Ions. — Many methods have 
been invented for the generation of ions moving at high and adjustable 
velocities.^ 

In some methods the ions are accelerated to their final velocities 
in a long vacuum tube, to the terminal electrodes of which there is 
applied a potential difference of the necessary magnitude Mention 
has already been made of the condenser-rectifier cascade used by Cock- 
croft and Walton for the production of large potential differences (Sec 
214) . Transformers with their secondary windings connected in senes 
have also been employed for the production of voltages up to 1 million 
volts; to avoid having a potential difference of this magmtude between 
the primary and secondary of a single transformer, part of the second- 
ary winding of each transformer is used to supply voltage for the 
primary of the next, only the first transformer being supplied from an 
independent source A disadvantage of this method is that the final 
voltage produced is necessarily subject to fluctuations whose frequency 
is that of the alternating current. 

(a) The Electrostatic Oeneraior , — ^A very steady high potential is 
furnished by the electrostatic generator as developed by Van de 

1 LmNOSTON and Bbthe, Rev Modem Phye,^ vol 9, p. 246 (1937). Plot on 

p. 266 ^ 

* For a more complete discussion than can be given here see Livingston and 
Beihe, &evL Modem Fh/yi&.j vol. 9, p 246 (1937), also two artides in /. 0 / Apphed 
Phys,j vol 9 (1938)^ one by Wells on p 677 and anoinet by' Enfio on p 69l. 
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Graaff.^ The principle is illustrated in Fig. 206. An endless belt B 
is caused to run rapidly over two pulleys placed one above the other. 
Electnc charge from a generator G is sprayed onto the lower end of 
the rising half of the belt by means of corona discharge from the 
points of a comb C. At the top, the belt enters a spherical terminal T, 
to which the charge is transferred from the belt by means of another 
comb C' ; or, still better, charge of the opposite sign is sprayed onto the 
belt, supplied by another generator G' inside the terminal. In this 
'way the charge on the terminal is continually built up, the potential 
attained being limited only by the rate at which 
2 * it leaks off A discharge tube can then be con- 
nected between the terminal and the ground, or 
between the oppositely charged terminals of two 
such generators standing side by side 

The Van de Graaff generator constructed by 
the Massachusetts Institute of Technology yields 
currents of 4 milhamperes at 2 7 X 10® volts ^ 
A similar generator at the Westinghouse Research 
laboratories yields a current of comparable mag- 
nitude at voltages up to 3 7 X 10® volts, the 
voltage holding steady within percent for 
several minutes at a time ® This latter generator 
is surrounded by air at 120 lb in.”^ pressure, in 
order to increase the insulation; it is enclosed 
within a vessel 47 ft. high, made of steel % to 
1% in. thick and shaped like a pear standing on 
its smaller end. Two belts 313^ ft. long and 18 
in. wide are used, running at speeds of about 
80 ft per sec. The construction of such an 
instrument presents many technical problems 
and weU illustrates the elaborate character of the apparatus that is 
needed for much of modem physical research. To smash a nucleus 
10-14 jn diameter, the physicist constructs a machine standing 
50 ft. high! 

The vacuum tube used for the acceleration of ions by^ means of 
high potentials is commonly made m sections, and inside it a series of 
insulated metal cylinders is mounted with short gaps between them 

iVan db Graaf, Phys Rev, vol 3S, p 1919 (1931), vol. 43, p. 149 (1933), 
L C Van Atta, Xorthrttp, C. M, Van Atta, Van de Graaff, Phys Rev , vol 
49, p. 761 (1936). 

^Phys Rw , vol 57, p 563 (1940); i2e», Sci, ImtrumentSj vol 12, p. 534 (1941) 

^Phys Rev j voL BS, p 162 (1940). 



Fig 206 — Diagram 
illustrating the prin- 
ciple of the Van de 
Graaff generator 
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(Fig 207). The ions travel along the axis of these cylinders and the 
electric field m the gaps exerts a focusing action tending to prevent 
vspreading of the beam aAvay from the axis. In the Westinghouse 
installation just mentioned, the accelerating tube is about 25 ft. long 
and consists of 130 sections. The necessity of construct- 
ing an accelerating tube long enough to Avithstand the 
total potential difference is a drawback to any of the 
methods so far described for the production of high-speed 
ions. 

(6) The Cyclotron , — A radically different principle is 
utilized in the well-known cyclotron invented by Lawrence 
and Livingston ^ Instead of attempting to produce a 
high potential, they accelerate the ions by means of 
many successive impulses. Use is made of the fact that 
a charged particle moving not too rapidly in a uniform 
magnetic field revolves in a circle with an angular veloc- 
ity depending only upon its ratio of charge to mass and 
upon the strength of the field, but not upon its velocity 

The accelerating system of a cyclotron is shown dia- 
grammatically in Fig. 208 BB represents the hori- 
zontal cross section of a flat circular box which can be 
evacuated Above it and below it, and only a few 
inches apart, are the pole pieces of a powerful electro- 
magnet, not shown in the figure; this magnet produces JP'ig 207 
a nearly uniform field of 10,000 to 20,000 oersteds, an^^s^hort- 
Inside the box BB are two hollow, semicircular elec- diagram 

trodes often called '^dees,'^ such as might be formed by eLtm^^tube 
cutting another circular box in two along the diameter for use with 
EE and slightly separating the halves. Between the 
dees, a rapidly alternating potential difference, of from 3 in longitudi- 
to 9 kilovolts at 8 to 15 megacycles, is produced by so^^c^, r! 
means of an electrical oscillator. target. 

To produce ions, a suitable gas is introduced into the box at a 
pressure of 10”^ to lO”^ mm Hg, and electrons are shot into this gas 
at the center of the dees (C), from a filament placed just above the 
dees and maintained at a negative potential relative to the mean 
potential of the dees. A positive ion thus produced at C will be 
drawn into whichever dee happens to be negative at the moment and 
will move along a semicircular path in the space inside the dee, where 

1 Lawkencb and Livingston, Phys Rev,j vol 45, p, 608 (1934) ; LA.WRENC 1 & 
and CooKSBY, Phys Rev , voL 50, p. 1131 (1936).^ Of, Kxthie, J, of AppludPhys,y 
vol 9, p. 691 (1938). 
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there is no appreciable electric field. If the frequency of the oscillator 
and the magnetic field strength are properly adjusted, the ion will 
arrive again at the crack between the dees just at the moment when 
the potential difference between them has the opposite sign and vill 
be accelerated further The radii of the successive semicircular paths 
increase with the speed of the ion, but the time required to traverse 
a semicircular remains constant and equal to the half-period of the 
oscillator. Finally the ion, after 50 to 100 revolutions, is traveling 
near the periphery of the dees and enters the space between two deflect- 
ing plates PP, where an electnc field deflects it slightly outward so 
that it passes out of the box BB through the window W, Or, instead 
of the window, a target may be inserted at this point to be bombarded 
by the ions. 



Fig. 208. — Diagram, of the essentials of a cyclotron, except for the magnet, whose pole 
pieces would be situated just above and just below the box B, 

Naturally a good many accessories are required, and a cyclotron 
is a large, complicated, and expensive instrument. The dees and 
pole pieces are commonly 30 in. or more across, so that many tons of 
iron and copper are required for the water-cooled electromagnet. 
With such a cyclotron a current to the target of 10”® amp. of deuterons 
at 5 million volts is readily secured. From the 60-in., 220-ton cyclo- 
tron at the University of California a current of 10”® amp , consisting 
of deuterons of 16 million volts energy, has been brought out into the 
air, where it produced a blue steamer nearly 5 ft long.^ In a cyclo- 
tron constructed later at the University of Illinois^ the beam was made 
to emerge radially and could be resolved according to the energy of 
the emergent electrons by means of a magnetic analyzer. Wi^th this 
equipment a total beam of 100 microamperes could be secured, mono- 
energetic within 2 percent (i.e., the ^lerpes of the electrons in the 

1 Lawrence et al., Phys, vdl. 56, 124 (19®9); photograph m an article 

by Mann, Nature, voL 143, p. 583 (il940)„ ^ 

* See Rev Sd, Instruments, voL 15, p. 333 (1944). i 
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beam vaned at most by 2 percent); or, for expenmental purposes, a 
beam density of 0.001 microampere per square millimeter could be 
obtained, monoenergetic within 0 1 percent. 

A limit to the ionic energies that can be produced \\ith a cyclotron 
will probably be set, ultimately, by the relativistic vanation of mass 
Avith velocity, which tends to throw the ion out of step with the 
alternating potential on the dees. A proton with a kinetic energy of 
10 Mev has a velocity, calculated nonrelativistically, of 



2 X 4 8 X 10-1® X 100 
300 X 1 66 X 10-"^" 


) 




= 4.4 X 10® cm. sec “i. 


At this speed the relativistic correction on the mass is already 


2;^ __ (4 4/30)2 
2c2 2 


= 0.011 or 1 percent 


For this reason the cyclotron cannot be used effectively for electrons 

(c) The Induction Accelerator . — More recently, a device has been 
invented that is completely free from the variable-mass difficulty and 
IS admirably adapted for the acceleration of electrons. In this device, 
called an induction accelerator^^ (or betatron), use is made of the 
electric field that is associated with a changing magnetic field. When 
the field is axially symmetric, hke that between the closely spaced 
poles of an ordinary magnet, the electric hnes are circles coaxial with 
the field If a charged particle could be made to follow one of these 
circular lines, in going around many times it would acquire a high 
energy 

First attempts to utihze this principle were not successful, but in 
1940 Kerst showed^ how to hold the particle on its circular path by 
means of the magnetic field itself. Let R be the radius of the path, m 
the mass of the particle, q its charge in electromagnetic units, p its 
momentum, and H the instantaneous strength of the magnetic field 
Then, to keep the particle on the path, it is necessary, according to 
Eq (343a) in Sec 236, where the charge is in electrostatic units, that 

p = qRH 

On the other hand, if the particle starts from rest at the instant at 
which the field begins to increase from zero, the angular momentum 
acquired by the particle up to the time at which the flux through the 


^ Kebst, Fhgs. Rev., vol 68, p. 841 (1940); Sci. Instruments, roh 13, p 387 
(1942) , Nature, vol. 157, p. 90 (1946) i See ali) BnuwBTT, Ph^s. Rev., voL 69, p 137 
(1946) 
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circle has attained the value <p is given by the equation 

pR = ^qr, 

this equation can be obtained from Eq (224) in Sec. 144 by replacing 
AGw by pR and noting that, in Eq (224) and in the argument leadmg 
up to it, ra^H must be replaced by tp in case H is not assumed to be 
uniform in space. Elimination of p between the two equations thus 
obtained gives 

<p = 2irRm. (326) 

If the field can be so designed that Eq. (326) is at all times satis- 
fied for a certain circle of radius R, then a charged particle of any mass, 
once started on this circle, will go round and round indefinitely, so 
long as the magnetic field continues to increase. Variation of mass 
with velocity has no effect. The flux through the circle must be 
twice what it would be if the field were uniform and equal to H, or to 
its strength at points on the circle; this condition is easily met by 
suitably shaping the pole pieces of the electromagnet that funushes 
the field The motion around the circular orbit can also be shown ^ 
to be stable, provided the orbit lies in the plane of symmetry between 
symmetrical pole pieces, partly because of the direction in which the 
magnetic lines curve. This stability of the orbit is a very fortunate 
circumstance 

In practice, the magnet is constructed of laminated iron so that 
it can be activated by alternating current An enclosed space between 
the pole pieces is highly evacuated, and charged particles are projected 
into this space at a point near the stable orbit, in a tangential direction. 
The particles enter in a spurt at a smtable instant just after the mag- 
netic field has passed through zero, and then settle onto the stable 
orbit and circle round and roimd it, gaining energy. At a chosen 
point in the quarter cycle, either H at the location of the orbit or <p 
is suddenly changed by sending current through an auxiliary winding; 
the particles then spiral either outward or inward and strike a target, 
or perhaps issue through a thin window into other apparatus 

In a large induction accelerator built in the Radiation Laboratory 
of the General Electric Company at Schenectady, New York,^ the 
stable orbit is 66 inches in diameter; the entire machine weighs 130 
tons A 60-cycle frequency is employed, and H rises to 4,000 oersteds 
on the stable orbit Electrons may be injected at 30 to 70 kilovolts 

1 Kerst and Serber*, Phy$^ Rev,, vol. 60, p. 53 (1941). 

2 Westenborp and Charlton, /. of Applied Phys ., vol 16, p 581 (1945). 
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velocity; if left on the orbit throughout an entire quarter cycle^ they 
go around about 250,000 times, almost at the speed of light, and 
acquire an energy of a hundred million electron-volts 

To obtain higher energies, an even larger machine will probably 
be needed, since the time during which the acceleration acts is neces- 
sarily limited. 

By allowing electrons accelerated in such a device to strike a target, 
X-rays may be generated whose energy varies continuously over the 
range that includes all known 7 -rays and on upward to 10® ev. Thus 
this entile range of frequencies is opened up for investigation X-rays 
and 7 -rays of the same frequency are identical in nature and proper- 
ties, of course, but it is convenient to employ the term X-rays” when 
they are produced by the impact of electrons on a target and to reserve 
the term 7 -rays” for electromagnetic radiation emitted by the 
nucleus. 

{d) The Synchrotron,^ — It has also been proposed to adapt the 
cyclotron to the acceleration of electrons by introducing the electrons 
in successive spurts and allowing the magnetic field to increase in 
strength in proportion as the inertial mass of each spurt increases, 
thereby preserving synchronism with the alternating electric field on 
the dees. The accelerating effect of the superposed electric field due 
to the changing flux may be relatively unimportant, or it may be 
utilized to provide an appreciable part of the accelerating action.® 

216. Experiments with Neutrons. — The discovery of neutrons by 
Chadwick in 1932 was followed at once by numerous other investiga- 
tions.^ Neutrons are much harder to work with than charged par- 
ticles, since they do not interact with the electrons in atoms and so 
produce no ions For this reason their penetrating power is enormous, 
as we have seen, and they can be detected only by indirect means. 
It has been necessary to invent novel methods for handling them. In 
this section, a short account will be given of the properties of neutrons 
as revealed by experiment. 

(a) Sources of Neutrons — The original reaction discovered by 
Chadwick is still widely utilized for the production of neutrons. 
Radon gas obtained from radium is mixed with finely divided beryl- 
lium, from which neutrons are liberated by the a particles from the 

^ McMillan, Phys Rev,, vol. 68, p. 143 (1945) ; Veksleb, Jour Phys USSR, 
vol 9, p 153 (1945) 

2 Pollock, Phys Rev , vol 69, p 125 (1946) See also Dennison and Berlin, 
Phys Rev , vol. 70, p 58 (1946) , Bohm and Foldy, Phys Rev , vol 70, p 249 (1946) 
Rasetti, op cU,, pp 233-267, a summanzing article by Amaldi and 
Fermi, Phys, Rev,, vol 50, p 899 (1936) , and many articles in the literature 
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ladon Such a source lasts only a few days, however; and ladon also 
emits y-rays, which may be a source of inconvenience Hence, other 
sources of a particles are often employed instead of radon, such as 
polonium, which emits no 7-rays and has a pei iod of 136 days Anothei 
good method of obtaining neutrons is by bombarding a light element 
with deuterons from a cyclotron The most useful target for this 
purpose is either beryllium or a substance containing deuterium, such 
as “ heavy ice or heavy paraffin, the respective reactions being 

4Be® + iH2 ^ (327) 

-b iH2 sHe® + onh (328) 

The (or d — d) reaction requires unusually low voltages; 

200,000 volts is enough. A stream of 200 microamperes of deuterons 
at 300,000 volts is readily produced, ^ acting on heavy ice, such a stream 
is eqmvalent to the a-rays from 10 grams of radium falling upon 
beryllium When 500,000-volt deuterons act on heavy ice, 2 X 10^ 
neutrons per second are produced for each microampere of deuterons 
absorbed in the target. At higher voltages, however, the beryllium 
target is superior; from it, a microampere of 1 million-volt deuterons 
yields 17 X 10^ neutrons per second, or 2 7 X 10~"® neutron for each 
deuteron absorbed. This is about the same yield per particle as in 
the production of neutrons from beryllium by bombardment with 
a particles. In any case, as judged by the usual standards, the 
efficiency of all known neutron sources is very low ^ 

(b) The Measurement of Neutron Intenszhes . — There are several 
different methods by which neutrons may be detected and counted. 

We may count the recoil protons or other recoil nuclei produced by 
them in matter; or, if the recoil nuclei are produced in a gas, the 
ionization caused by them may be measured in an ionization chamber 
Another method is to utilize one of the many nuclear transmutations 
which neutrons have been foimd to cause. If such a transmutation 
occurs in a cloud chamber and results in the ejection of a charged 
particle from a nucleus, a V-shaped double track will be seen, caused 
by the charged particle and the residual nucleus, the neutron itself 
producing, of course, no track (Fig. 209). Or, ionization caused by 
the products of the reaction may be measured Ionization chambers 
lined with lithium or boron, or filled with BFs gas, are often used, 
especially for slow neutrons, the ionization bemg due to a particles 
released in one of the two reactions, 

Li« -h n + He^ + Li^ + He^. 

1 Manley, Haworth, and Lueibke, Be». Sat, XnsMmimts^ vol 12, p. 587 (1941) 

2 Neutron sources are discussed in vol. 42, p. 91 (1942). 
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The nucleus that is formed in the first of these reactions is shghtly 
radioactive, decaying to He ® 

Finally, Fermi and others have often employed as detectors of 
neutrons some substance, such as silver, which is made radioactive by 
them, the induced /3-activity of the detector being measured mth an 
ionization chamber 

Some of the methods of producing and detecting neutrons are 
illustrated in Fig. 210. 

(c) Neutron velocities are often determined by measuring the 
langes of recoil protons or other nuclei produced by them, as in the 
pioneer experiments of Chadwick, described in Sec. 205. The proton 



Fig 209 — Disintegration of a nitro- Fig. 210 — Diagrammatic represen- 

gen nucleus by a neutron, presumably tation of various methods of producing 
coming from below Tracks of the and detecting neutrons 
ejected particle and of the recoil nucleus 
are visible (Feather, Roy Soc., Proc , 
vol 136, p 709, 1932) 

ranges can be measured either with an ionization chamber or m a 
cloud chamber 

The neutrons projected from a given target bombarded with a 
homogeneous parallel beam of ions have different velocities according 
to the direction in which they leave the target. Relative to the com- 
posite nucleus that is first formed by the capture of a bombarding 
ion, the neutrons should all have the same velocity; but this nucleus 
is given a forward component of motion by the impact. Hence, the 
neutrons that are projected in the same direction as the bombarding 
ions have the highest velocity, those projected in the opposite direction 
the lowest. For experimental purposes it is chstomary to utilize those 
neutrons which are projected at right angles to the ion beam, and 
yalues of neutron energies are comnaonly quoted for this direction of 
emission. 
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As an example of the results, the neutrons emitted by the “d — d” 
(H- + H=) reaction have been found to form a single, nearly homo- 
geneous group presumably if the bombarding deuterons all had 
exactly the same energy, so would the neutrons (m a given direction), 
in accordance with the equation of nuclear energy balance Neutrons 
from the Rn — Be reaction, on the other hand, are found to consist 
of several groups, with a maximum around 4.8 Mev but ranging up to 
13 iVIev 

(d) Transmutations Caused by Neutrons . — Whereas charged par- 
ticles require high energies in order to penetrate heavy nuclei against 
electrostatic repulsion, neutrons, carrying no charge, ought to be 
able to penetrate all nuclei with ease. They ought, therefore, to be 
especially effective agents for the transmutation of atoms This 
expectation is home out by the facts Particularly interesting is the 
induced radioactivity produced in many substances by neutron bom- 
bardment, which was first observed by Fermi in 1934.* The induced 
activity consists of the emission of negative electrons or, less often, of 
positrons, accompanied sometimes by 7-rays. The penod of decay 
vanes greatly from element to element. Examples of such reactions 
will be given later (Secs 217 and 220). 

(e) Slow Neutrons — The important observation was made acci- 
dentally by Amaldi, Fermi, and others* that the activity induced by 
neutrons in silver, rhodium, and many other elements was greatly 
enhanced when the neutron source and the target were surrounded 
by material containing hydrogen, such as paraffin or Water, or when 
such material was merely placed between the source and the target. 
Fermi explained this effect by assuming (1) that in the hydrogenous 
material the neutrons were slowed down as the result of successive 
impacts with hydrogen nuclei and (2) that many substances absorb 
slow neutrons much more strongly than they absorb fast ones. 

The assumptions have been confirmed by later work. Neutrons 
have come to be called “slow” when their energies are less than about 
1,000 electron-volts, otherwise they are “fast.” A neutron will lose 
energy upon colliding with any nucleus that is moving with smaller 
momentum, but the loss is especially large in collisions with protons 
because of their relatively small mass. It can be shown that neutrons 
colliding at random with protons whose velocities are much smaller 

1 Cf. Hudspeth and Dunlap, Phys. Bev., vol 57, p 97 (1940) 

I Cf Fekmi, Amaldi, D’Agostino, Rasbtti, and Sbgk6, Roy. Soc , Proc., vol 
146, p. 483 (1934), and references there given. 

® Amaldi, D’Agosxino, Fbbmi, Pontbcobvo, Basetot, and Sbgk6, Roy. Soc., 
Proc , vol. 149, p. 522 (1935). 
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will execute on the average about one collision for each reduction of 
their energy in the ratio 1/e, where e = 2 718 standing for the 
Napienan base. Thus, a neutron entering hydrogenous material at 
room temperature with an energy of 5 JMev, provided it does not 
combine with some nucleus, will be reduced to the energy of a mole- 
cule at room temperature, or 0 025 ev, after some 20 collisions (since 
loge (5 X 10 VO 025) = 19 1); thereafter its energy will oscillate about 
this latter value. Neutrons which have thus come into thermal 
equilibrium with matter are called thermal neutronh 

The mean free path of neutrons between elastic collisions in paraflBn 
or water has been inferred to be of the order of 5 cm at 5 Mev, but it 
rapidly decreases as the speed of the neutrons is diminished until for 
a thermal neutron it is only 3 mm Thus, neutrons that have passed 
through 10 cm. of paraflSn will mostly be thermal neutrons That 
their velocities really are only of thermal magnitude has been shown 
by mechanical methods of observation.^ 

There is, to be sure, a shght chance that a neutron may actually 
combine with a proton during the slowing-down process, according 
to the reaction 

In this reaction the excess energy is radiated away as 7-rays, which 
have been detected. The probabihty of capture increases as the 
velocity of the neutron decreases, but even at thermal velocities the 
neutron will execute many elastic collisions ivith protons before being 
captured. 

The motion of thermal neutrons in water may be studied by releas- 
ing short bursts of them at a certain point and measuring the number 
that arrive at vanous points in the water ^ In this way the mean life 
of a free thermal neutron in water is found to be about 2 0 X sec. 
Hence, moving at an average speed of about 2.2 X 10® cm, per sec , 
and with a mean free path of 0 3 cm , it undergoes on the average 
about 2 0 X 10""^ X 2 2 X 10®/0 3 or 150 collisions with a water 
molecule before bemg captured The point of capture is located on 
the average about 3 cm away from the point at which the neutron 
originated; this distance has been called the ^‘diffusion length” of 
the neutron.^ 

1 Dunning, Pbgram, Fink, Mitchell, and SBGBii, Phys Rev , vol 48, p 704 
(1935), Rasbtti, Segb:]^, Fink, Dunning, and Pegbam, Phys Rev , vol 49, p 104 
(1936). 

2 Manlbt, Hawokth, andLuEBKE, Phys, Rev,, vol. 61, p. 152 (1942) 

3 Gamebtsfelder and Goldhaber, Phys Rev , vol 61, p 556 (1942) 
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Presumably the ultimate fate of all neutions is to be captured by 
some nucleus. Probably all nuclei are capable of picking up an extra 
neutron, with an evolution of energy in some form, for inspection 
shows that successive isotopes, so far as is known, increase in mass 
from one to the next by less than the mass of a free neutron, indicating 
a loss of rest mass and energy as an additional neutron is bound in 
the nucleus. 

Slow neutrons are especially interesting because for them the proba- 
bilities of capture in going a given distance are relatively large. 

(/) Scattering and Absorption of Neutrons — A neutron passmg 
close to a nucleus may be either captured or merely ^‘scattered, j.e., 
deflected and perhaps changed in energy as if by an elastic collision. 
The probability of either event is commonly expressed m terms of an 
equivalent cross section. The scattering cross section of a nucleus for 
neutrons can be defined as follows: Imagine a uniformly distributed 
beam of neutrons, all movmg in the same direction and at the same 
speed, to pass over the nucleus. A certain number of them will be 
deflected or “scattered” as the result of an elastic collision with the 
nucleus. This number is the same as the number which, according to 
classical conceptions, would cross an area of a certam size drawn on a 
plane jierpendicular to the beam. The latter area is the cross section 
for scattering of neutrons by the nucleus in question. In a similar 
way, a cross section for capture of a neutron by a given nucleus, denoted 
by (Tc, can be defined If a large number N of nuclei are placed in a 
uniform beam in which n neutrons cross unit area per second, then 
niV Cct nuclei will capture a neutron during a time t 

The scattering cross section for neutrons is found to increase with 
the atomic number of the nucleus, but to vary only moderately (m 
general) with neutron speed. Very roughly, it may be said that about 
5 cm. of any solid or liquid material will scatter half of the neutrons 
out of a rapidly moving beam. Slow neutrons are scattered more 
readily than fast ones, especially by substances containing hydrogen.^ 

Furthermore, scattering may be either elastic or melastic In 
elastic scattering, energy is transferred from the neutron to the nucleus 
only in the form of kinetic energy, and, except for very light nuclei, 
only in small amounts. In inelastic scattenng, on the other hand, the 
nucleus is also raised into an excited state of higher energy. These 
two types of scattering can be distinguished either by measuring the 
energy of the scattered neutrons or by detecting the y-rays that are 

^ For values of the scattering cross section see Volz, Zeits f. Physik, vol. 121, 
p 201 (1943). 
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emitted as the nucleus returns to a state of lower energy. Such y-rays 
have probably been observed in some instances ^ 

Neutrons scattered inelastically by magnesium have been observed 
directly by Little, Long, and Mandeville ^ The incident neutrons had 
an energy of 2.50 Mev; but in the scattered beam there was a consider- 
able component having energies of about 1 08 Mev. After various 
corrections had been made it was concluded that the associated 
excited level of the Mg nucleus lies 1.30 Mev above the normal level. 
Values for the lowest excited level as obtained from y-ray observations 
have ranged from 1 31 to 1 49 Mev. It was estimated that the nuclear 
cross-section for the elastic part of the scattering was about 1.6 X 10“^^ 
cm 2, and for the inelastic part, 0 6 X 10“^^ cm.^ 

In iron, finally, the scattering of neutrons appears to arise in part 
from an interaction between magnetic fields and magnetic moments 
which the neutrons possess, in spite of the fact that they carry no 
charge Unmagnetized” iron is actually divided into small domains 
m each of which the iron is strongly magnetized in a certam direction; 
in the unmagnetized” condition, the direction of magnetization 
varies from one domain to another in such a way that the resultant 
magnetic moment is zero. Strong local magnetic fields are associated 
with the domains, and these fields scatter the neutrons When the 
iron is magnetized, the directions of magnetization of the domains are 
brought more or less into parallelism and the local variations in the 
field are diminished; the scattering effect is then less. Magnetization 
of the iron almost to saturation decreases the scattering of thermal 
neutrons by 10 to 20 percent.® 

Cross sections for capture vary greatly, and irregularly, from one 
element to the next; and they also vary a great deal with the speed of 
the neutron Capture cross sections are usually relatively small for 
fast neutrons and relatively large for thermal ones; for this reason, 
neutrons to be used for the production of transmutations are com- 
monly first slowed down in paraffin. A few values^ of the capture or 
absorption cross section <tc and of the scattering cross section <ra, for 
thermal neutrons at room temperature, are, in units of 10”^^ cm.^, the 
following. 

1 Lea, Roy Soc,^ Proc , vol 150, p. 637 (1935) , Wibdenbeck, Phys. Rev , vol 68, 
p 1 (1945). 

2 Little, Long, and Mandeville, Phys Rev , vol 69, p 414 (1946). 

3 Fryer, Phys, Reo,^ voL 70, p. 235 (1946) , Bloch, Condit, and Staiib, Phys 
Rev , voL 70, p 972 (1946), 

^From Volz, ^eits,f Physikj vol 121,, p 201 (1943) 
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Some of these cross sections seem, at first sight, to be astonishingly 
large in comparison with estimates of nuclear size Equation (322) 
gives for the radius of the cadmium nucleus, for example, 

p = 2 X (48)^^ X 10-1^ = 7.3 X cm. 

and, for its area of cross section, ttp^ — 1 7 X 10”^^ cm ^ Thus for 
cadmium <re is over 1,000 times And yet nuclear forces are sup- 
posed to have a very short range! The explanation undoubtedly 
is to be foimd in the fact that classical mechanics is inapplicable here; 
we are dealing ivith a wave phenomenon, not a collision between 
classical particles. In Sec. 48 it was remarked that, according to 
classical electromagnetic theory, an oscillating electron, m spite of 
its minute size, might absorb as much radiation as falls on an area 
equal to a considerable part of a square wave length. The same 
principle holds in wave mechanics. The de Broglie wave length of a 
thermal neutron, as calculated from Eq. (166a) in Sec. 107, is 1.5 X 10”* 
cm., so that even Koo of a square wave length, or 2 X 10“^* cm.^, is 
far larger than any known value of <r<.. 

Wave-mechanical theory indicates, further, that at sufficiently low 
speeds the cross sechon for capture should vary trwersely the speed v 
of the neutron, i.e., 

1 

(Tc OC — 

V 

It is as if the chance of capture were proportional to the length of time 
during which the neutron remains in the neighborhood of the nucleus 
For velocities of thermal magnitude, this law has been shown by 
experiment to hold in the case of silver and boron, but it does not 
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hold for cadmium. In these experiments, the velocity of the neutrons 
relative to the target was varied by causing the target, mounted on a 
revolving disk, to have a known velocity toward or away from the 
neutron source.^ Usmg another method^ it was found that for boron 
(Tc = (1.55 X lOV^) X 10“^^ cm.2, where is in centimeters per second, 
up to a neutron energy of 50 ev For thermal neutrons, with 

i; = 2 2 X 10^ cm. per sec., 
this gives (Tc = 708 X 10“^^ cm^ 

The absorption cross section of cadmium does decrease, however, it 
the neutron velocity is increased sufficiently. For example, a layer 
of cadmium 0 5 mm. thick effectively absorbs all thermal and near- 
thermal neutrons out of a beam; in the process of absorption, the 



Fig 211. — Variation of the cross section for capture of very slow neutrons in cadmium 

(After Baker and Backer ) 

cadmium atoms become increased m mass number by 1 , and the excess 
energy is emitted as 7 -radiation. The absorption is enormously 
weaker, however, for neutrons of energy above 0.4 electron-volt 
For this reason cadmium screens are often used where it is desired to 
filter out neutrons of thermal energies and to leave only the faster 
ones. In Fig 211 is reproduced a curve showing the variation of <Xo 
in cadmium for neutrons of extremely low energy.^ 

The absorption by capture of slow neutrons in cadmium is thus 
selective in much the same way as the absorption of light by dyes is 
selective It appears to be due almost entirely to the single isotope 
Cd“®, which forms 12 3 percent of ordinary cadmium.^ A number of 
other substances have been foimd to possess absorption lines or bands, 
commonly called resonance levels of energy. Silver has a strong 

^Phys Rev , vol. 49, pp 104, 777 (1936). 

2 B ACKER, Baker, and McDaniel^ Phye Rev,, voL 69, p. 443 (1946). 

® Baker and Backer, PAp. vol 59, p, 332 (1941). 

*Phy8 Rev., Vol 59, p. 666 (1946). 
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resonance level at 5.8 Mev4 Nitrogen has resonance levels at 0.55, 
0.70, and 1.45 Mer, associated with the N(?i, p)C and N(n, a)B 
reactions.^ The phenomenon is of considerable theoretical interest ® 
Wave mechanics predicts proportionality of <rc and l/v only for neutron 
energies that are small relative to the lowest resonance level. 

217. Survey of Nuclear Reactions. — For the bombardment of 
nuclei, four pnncipal kinds of projectiles have been used: protons, 
deuterons, hehum nuclei (t e j a particles or ^‘helions^0> neutrons 
Each of these four kinds of particles has been observed to cause the 
emission from some nucleus of each of the others, with the single 
exception that deuterons have been observed to be emitted only in 
the reaction 

Be^ + -> Bes + (329) 

The heavier nuclei are more easily tran^uted by neutrons, which are 
not repelled by the nuclear charge; a particles, on the other hand, are 
effective chiefly on the lighter nuclei Furthermore, electromagnetic 
radiations of suflSiciently short wave length, called '^y-rays^’ when 
emitted by a nucleus or ^^X~rays’’ when produced by electrons, have 
been observed to cause the emission of neutrons from many materials; 
and 7 -rays, in turn, are often observed to be emitted as the result of 
bombardment of nuclei with material particles Finally, nuclear 
excitation or even transmutation can be produced in some cases by 
means of high-speed electrons. 

In the discussion of nuclear transmutations care in the use of 
terms is necessary Following Bohr, a bombarding particle is always 
assumed to be captured by the “ initial’ ' nucleus that it stnkes. In 
some cases the new nucleus formed by the capture represents the 
final product of the bombardment, although the emission of one or 
more y-rays may be necessary to bring it into its normal state More 
commonly, however, the nucleus formed by capture subsequently 
undergoes further change through the emission of one or more par- 
ticles If this emission of a particle, usually an a or particle, occurs 
with a suflScient average delay m time so that the process can be 
followed experimentally, as in radioactive decay, then the nucleus 
formed by capture is regarded as the final product of the reaction as 
such, and it is said to be radioactive. If, on the other hand, the emis- 
sion of a particle occurs too rapidly for easy observation, then the 
nucleus formed by capture, called an mtermediate nucleus, is commonly 


1 Bacher, Bethb, and McDaotbi/, Phys Rev., voL 69, p. 443 (1946). 

2 Barschall, and Battat, Phy^. Rev., Vol. 70, p, 245 (1946). 

® For other examples see Phys. Rev., vol. 71, pp 165 and 174 (1947). 
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Ignored and only the residual nucleus produced by its disintegration 
is mentioned m describing the reaction The residual nucleus may 
then, also, itself either emit y-rays or undergo further radioactive 
change Occasionally even the emission of y-rays from a group of 
nuclei IS sufficiently distributed in time to be followed in observation; 
such an emission of y-rays, as well as that which closely accompanies 
the emission of a or /3 particles, is regarded as a form of radioacti\aty. 
Another form, furthermore, is decay by electron capture, to be 
described in Sec. 225. All forms of radioactivity are sometimes 
referred to simply as an “activity.” 

A bombardment process is often denoted by parentheses enclosing 
two symbols, the first symbol denoting the incident particle or ray, 
the second, the emitted particle or ray (or particles) ; a, p, d, n, y are 
used to denote, respectively, an a particle, a proton, deuteron, neutron, 
or y-ray A symbol denoting the initial nucleus may precede the 
parentheses, and another denoting the residual nucleus left after the 
departure of an emitted particle (or particles) may follow it The 
leaction (32^) would thus be denoted by Be^ (p, d) Be^. In this nota- 
tion the best known types of nuclear reactions may be listed as follows: 


(«. v) 

(Pj “) 

id, a) 

in, a ) 

( 7 , n) 

(a, n) 

(P, «) 

id, p ) 

in, V ) 



(P, 7) 

id, n ) 

(n, 2n) 




(d, 2n) 

in, 7 ) 



Here 2n denotes the emission of 2 neutrons. 

Reactions of all of these types have been found, in certain instances, 
to result in the production of radioactive residual nuclei, A list pub- 
lished in 1944^ contains over 420 different kinds of artificial radioactive 
atoms, differing from each other in mass number or in atomic number 
or both.* Such atoms are particularly easy to identify because they 
can be followed by means of their radioactivity and identified by 
chemical procedures. Observed periods (time for the activity to 
decrease by one half) range from 0 022 sec (B^^) more than 1,000 
years (Be^o, CP®) A radioactive isotope, natural or artificial, 
is now known for every element except hydrogen, including Z = 93 
and Z = 94. 

The total number of nuclear reactions known today is near 1,000. 
The list just mentioned contains about 840 reactions resulting in 
induced radioactivity, not counting fission processes; and many others 
are known in which the residual nucleus is one of the stable ones that 
also occur naturally. Out of this wealth of material we can select 

1 LmKaooD and Seiabobg, Rev. Modern Fhys , voL 16, p 1 (1944) 
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for detailed discussion only a very few reactions These we shall group 
under general statements of the features which they have been chosen 
to illustrate ^ Certain features requiring lengthy discussion will be 
made the topic of a special section; others will be listed briefly in the 
remainder of this introductory section. 

(a) Identification of the isotope that is undergoing reaction is easy 
with an element that has only 1 isotope, but can usually be inferred 
only indirectly when several isotopes occur. Only for a few elements, 
notably hydrogen, lithium, and uranium, have the isotopes been 
separated in sufficient quantity to test the assignment of nuclear 
reactions directly. In general, the principle of maximum simplicity 
has been followed, and ivith great success; out of aU possible reactions, 
the simplest one is assumed that will fit all relevant observations, and 
a residual nucleus that is not radioactive and hence remains unde- 
tectable is assumed to be one of the stable isotopes that occur in 
nature. An example of identification from indirect evidence will be 
given presently under (d). 

(b) Sometimes three or more particles result from a bombardment, e.g.; 

B“-bH^-^3He< + n‘; 4He^ 

In these examples the peculiar stability of the a particle is again in 
evidence. Enormous bombardment energies, such as those of cosmic- 
ray particles [Sec. 239 (c)] or of 100 — Mev X-rays,“ may also cause 
the emission of three or more particles. 

(c) The result of a bombardment varies greatly vnth the nature of the 
bombarding particle, and is often not unique for a given particle Tor 
example, 

► Si^“ + (2 55 min ) ; 

^ Si^® + /3~, 7 (2 4 min ) ; 

Mg^^ + /3-, 7 (14.8 hr ) , 

Al*^ + 7 (10 2 noin ). 

Here indicates a poative /3-ray (or positron) and /3~ a negative one 
The symbol hv is written to denote 7 -rays emitted by a reddual nucleus 
that has been formed by bombardment (here Si“®); this nucleus is 

* References, if not given, may be foimd id Livingston and Bbthb, Rev 
Modem Phys., vol 9, p. 245 (193T), or m Livingood and Sbabobq, loc. at 

* Baldwin and Klaibbk, Phys. Rev., voL 70, p 259 (1940). 


A12T-I-H1 -l-hr; 

+ Be* Si” + HI; 

P” + n\ P*“ -H 

A12T -1- Mg” 4- He^• 

-^Al” -l-HS Al”- 

-^Si” -l-ni; 

Al” -f Na” + He^ Na” 

^ Mg” + HS Mg” -> 
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formed m an excited state and emits one or more 7-rays in returning 
to its normal state of lowest energy, out of which it may subsequently 
pass by undergoing radioactive change. The symbol 7 is reserved for 
a 7-ray emitted by a nucleus which has itself been formed by radio- 
active change (here Si^®, Mg-^ or Al^^). The distinction is purely 
artificial, however, and is not always maintained in writing reactions. 
The times given are the periods of the radioactive atoms (here 
Al^®, Na^^, or the times required for the disintegration of half 

of a large group of atoms that have been formed simultaneously. 

It will be noted that capture of a deuteron by an Al^^ nucleus pro- 
duces an intermediate nucleus w^hich can disintegrate in either of three 
ways, with the production of either Mg^^, Al^®, or Si^^ as the residual 
nucleus. The intermediate nucleus in this case, Si^^, apparently 
belongs to one of the stable isotopes of silicon, but it is formed in such 
a high energy level that disintegration promptly occurs; and presum- 
ably there are three such levels in any one of which it may be formed. 
After capture of either He^ or by Al^^, the disintegration may pursue 
either of two paths 

(d) The Same Radioactive Isotope Can Usually he Produced %n More 
than One Way, As an example, Ag^^®, with decay reaction, 

Agio6 ^ pdio6 + ^ (25 5 min ), 
can be produced in at least eight ways* 

AgioT + ^1 Agios 4. 2ni Agio7 + 7 Agio® + n\ 

Pdio5 + Agioo -f 7^1 Pdio5 + HI ^ Agi«o, 

Cdioe + ni Agios 4. HI pdio6 + HI Agios + n\ 

Rhio3 + He^ Agio® -h n\ Agio^ + Agio® + Hi + 2 n\ 

At least six of these eight reactions also produce another form of 
Agio® which decays to Pdio® by K capture (Sec, 225), with a penod of 
8 2 days. This is a case of radioactive isomerism; two forms of the 
same nucleus exist, having the same values of both Z and A but 
undergoing different radioactive changes. 

The reasoning which led to the identification of the isotope as 
Agio® he described as an example of such reasoning 1 The sub- 
stances responsible for the 25 5-min. and the 8.2-day activities are 
easily identified as forms of silver by means of chemical separation. 
It was assumed that they were not Agio^ or Agio® because these are the 
stable isotopes occurring in nature, or Agio® Agn® because such 
isotopes ought easily to be formed by the absorption of thennal neu- 
trons by silver, whereas bombardment with thermal neutrons was 

^ Pool, Cork, and Thornton^, Fhys. Rev , voL 52^ p. 380 (1937). 
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shown not to give rise to the activities in question The relative 
abundance in percent of the natural isotopes of silver and of neigh- 
boring elements is shown in the following table: 
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Now both activities can be evoked by bombarding rhodium with a 
particles; the emitted particle in this case can only be a neutron, since 
Z must increase by 2, leaving as a residual nucleus Ag^®®, or, conceivably 
2 neutrons which would leave Three neutrons have never 

been observed to be emitted in an ordinary nuclear reaction Both 
activities are also evoked by bombarding palladium with deuterons, 
which may produce by a (d, n) reaction either Ag^®^ out of Pd^^^^ or 
Agio« Qf pdios^ they are also evoked in cadmium by fast neu- 
trons, presumably in the reaction Cd^®® (n, p) since a (n, d) 

reaction yielding Ag^°® is highly improbable The assignment of both 
reactions to Ag^*^® is thus made almost certain; and it has been furthei 
confirmed by identification of the particles that are emitted in some of 
the assumed reactions. 

(e) Radtoactive isotopes commonly he close on the mass scale to stable 
isotopes of the same elementj lighter ones tending to transform radioactively 
with a decrease of Z, heavier with an increase Such relations would be 
expected. Typical examples are presented by the isotopes of sodium, 
Na^^ (radioactive, /?+), Na^® (stable), Na^^ (iS"", 7); and the isotopes 
of antimony, (all radioactive, /?+), (both stable), 

8^122,124,127,129,131 (all /S”). 

(/) A few radioactive isotopes lytng between 2 stable isobars are con>- 
verted sometimes into one isobar, with the emission of a positron, sometimes 
into the other, with the emission of a negative electron The period of 
decay as observed is necessanly the same for both processes, since the 
decay represents their combined effect. Example: 

As^^ Se’’^ + /3~ 7 , As^^ 

The period is 16 days. Gamma rays of energy 0.582 Mev also accom- 
pany this reaction, but their relation to the /3-rays is unknown. 

{g) Artificial radioactive nuclei formed with an increase in N ~ P 
tend to exhibit negative fi-ray activity, &mse formed with a decrease in 
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iV — P, positron activity Here N is the number of neutrons in the 
nucleus and P the number of protons. This would be expected as a 
consequence of the tendency for the ratio N /P to change toward a 
stable value (Sec 209). Emission of a negative electron increases P 
at the expense of N, emission of a positron has the opposite effect 
The principal types of reactions can be classified as follows with respect 
to the predominant kind of /S-ray activity to which the leactions ot 
each type give rise, numerous exceptions occurring however, except 
for (p, 7 ) reactions 


Activity 

r 


A(N - P) 

2 

1 

0 

-1 I 

-2 


(n, t) 

{a, p) {d, p) 

(n, a) (n, 7) 

(dj oi) 

(a, n) w, n) ip, 7) 
(n, 2re) (7, n) 

(p, n) 


(h) Radioactive isotopes may he formed of an element otherwise 
unknown. At least eight reactions result in production of radioactive 
products which should have 2 == 43 and whose common chemical 
properties are those to be expected for this missing element Pre- 
sumably the absence of this element in nature results from some acci- 
dental combination of features that makes every combination of 
neutrons with 43 protons unstable. Radioactive forms of transuranic 
elements with 2' = 93 (neptunium) and Z == 94 (plutonium) have also 
been produced, the latter in large quantities (see Sec. 227). 

(^) Excitation Functions, Increase of the bombardment energy 
usually increases the frequency of reaction, but resonance levels are 
often observed at which there occur either rapid increases of yield or 
actual maxima in the yield curve. Examples are described in Secs, 
223 and 226 

218. Indirect Measurement of Atomic Masses. — The masses of 
isotopes that are excessively rare or absent in nature may often be 
calculated from a nuclear reaction For example, in cyclotron work 
some evidence has been found for the existence in helium of a light iso- 
tope, He^, but m extremely minute amounts. Such nuclei should also 
be produced in the two reactions 

(p, a) Li« + He^ + He^ + Q, 

(d, n)* m + He® + n^ + Q 

The masses of the other nuclei involved here are known. The value 
of Q for the first reaction was determined by Neuert, and more recently 
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by Perlow, who made very careful measurements of the range of the 
emitted a particles. The second reaction was studied twice by 
Bonner; in his second investigation, he measured, by means of recoil 
protons in methane, the velocities of the neutrons projected straight 
forward by the deuterons, thus eliminating the effects of angular 
spread The date, place, and results of the four investigations are 
as follows: 



Place 

Date 

Reac- 

tion 

Q ! 

(Mev) 

He® mass 

Neuert* . . 

Cologne 

1935 

(p , «) 

I 

3 0172 ± 

0007 

Boimert ... 

Rice Institute (Texas) 

1938 

(d, n) 

i 

3 01700 ± 

00010 

Perlowf 1 

Chicago 

1940 

ip, «) 

3 95 

3 01688 ± 

00011 

Bonner 5 

Cambridge (England) 

1941 

1 

(d, n) 

3 31 

3 01698 ± 

00006 


*Phy8* Zetis , vol 36, p 629 (1935) 

Pot., vol 53, p 711 (1938) 
tPkys Rev,, vol 58, p. 218 (1940) 

§ Phys Rev., vol 59, p. 237 (1941) 

These results illustrate the increasing accuracy of nuclear work and the 
close agreement that can be obtained between nuclear measurements 
made in different laboratories 

219. Exoergic and Endoergic Reactions. — Nuclear reactions may 
be exoergic or endoergic y i.e., Q may be positive or negative. Q is the 
net amount of rest energy of particles or nuclei that is converted into 
other forms of energy. The value of Q may be found in either of two 
alternative ways (1) If the masses of all of the particles that are 
involved in the reaction are known, the value of Q may at once be 
calculated by subtracting the combined masses of the final particles 
from the sum of the masses that are present initially and then con- 
verting the difference into suitable units. (2) Alternatively, Q may 
be calculated from the net gain in ordinary energy, by adding to the 
observed kinetic energy of the residual nucleus that of any particles 
that are emitted in the reaction, and also the energy of any 7-rays 
and the rest masses of any particles whose emission may be included 
in the reaction, and then subtracting from the number thus obtained 
the known kinetic energies of the bombarding particle and of the initial 
nucleus. Usually, in stating Q, /3-rays and 7-rays whose emission 
extends over an observable time are not included as parts of the 
reaction. 

To evoke an endoergtc reaction, in a sensibly stationary nucleus, 
the bombarding particle must itself possess kinetic energy at least equal 
to —Qy since energy equal to — Q chsappears in the reaction and the 
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final energy, consisting of kinetic and emitted radiant energy" or rest 
energy, cannot be negative The actual ‘threshold or minimum 
kinetic energy that is required in order to evoke a given reaction may, 
however, for other reasons, exceed — Q. 

The (p, a) reactions discussed in Sec. 214 were all exoergie Some 
leactions of this type are endoergic 

Reactions equivalent to the simple addition of a proton or neutron 
to a nucleus, such as (d, n), (d, p), (p, 7), (n, 7) are nearly alw^ays 
exoergie, the nuclear energy decreasing because of the attraction 
betw^-een protons and neutrons that is postulated in order to explain 
nuclear binding (Sec. 209). Most (d, a) reactions, also, are exoergie, 
the net result here being the emission of two proton-neutron pairs in 
the form of a closely bound a particle as against the capture of a 
single proton-neutron pair in the form of a loosely bound deuteron 
For example: 

(d, p) : + + Hb Q - 8 55 IVIev; 

(d, n) : Mg^^ + AF® + Q = 6 2 Mev; 

{d, a) : + H" C 12 + He^ Q = 13.40 Mev. 

On the other hand, (p, n) or {n, p) reactions are usually endoergtc, 
A (p, n) reaction merely substitutes a proton for a neutron in the 
initial nucleus, whereas an {n, p) reaction substitutes a neutron for a 
proton; in either case Z is changed by unity wnthout any change in the 
isotopic number A. In a stable nucleus, however, the division of the A 
constituent particles into protons and neutrons has been adjusted so 
as to make the energy as low as possible, or very nearly so [Sec. 209(a)] , 
hence any change in Z without a change in A is almost sure to increase 
the energy of the nucleus, at the expense of the kinetic energy of the 
incident proton or neutron. Examples.^ 

(p, n): + iH' ^ + onS Q - --2 72 Mev; 

(n, p): + on^ Q = -0.93 Mev, 

7 NI" + -> gCi" + iHb Q - 1.2 Mev. 

Because of the increase in nuclear energy that should result from 
a (p, n) or (n, p) reaction, the residual nucleus produced in such a 
reaction should usually be radioactive, tending to revert to the initial 
value of Z by the emission of a positive or negative ^S-ray; and this 
expectation appears to be confirmed by experiment. 

Neutrons must obviously be fast in order to produce an endoergic 
reaction, in which energy of ordinary forms is lost; whereas an exoergie 

^ HU33Y, ^HOTTP, Stephens, and Wells, Phys, Rep., vol. 58, p. 1035 (1940); 
Huber, Helv, Phys Acta, vol 14, p. 163 (1941). 
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reaction may be produced by either fast or slow neutrons, so fai as 
considerations of energy are concerned. Examples. 

(n, a): Be® + (fast only) -> He® + He^ Q = -0.63 Mev, 

(n, a): Li^ + He^ Q = 2.5 or 3 0 Mev. 

The second of these reactions occurs especially freely with slow neu- 
trons and is much used for their detection [Sec. 216(6)]. It appears 
that the Li'^ nucleus is formed only about 9 percent of the time in its 
normal state; more often it is formed, with a smaller Q value, in an 
excited state, from which it subsequently drops into its normal state 
with the emission of a 7-ray. ^ 



Fig. 212 — The energy levels of that are involved in the disintegration of 

(jaccord%ng to Krtiger and Ogle) 

220. Isotopic Reactions. — ^All {n, 2n) and ( 71 , 7 ) reactions produce 
a residual nucleus isotopic with the initial one, usually detected by 
means of its radioactivity. Many examples are known, e g., 

(n, 2n) : S®® + + 2n\ (26 mm ) ; 

Au'^^ Hgi®® + r (13 hr., 4r~5 days) , 

(n, 7) : Na^® + Na®^ 7 (14 8 hr) ; 

Ijns + U239 + hp, XJ239 _^]S[p239 4 . ^ (23 mm ), 

jjp289 p^239 ^ 7 (2 3 days) 

1 Wilson, Boy. Soc , Proc^ voL 177, p 382 (1941). 
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Here Np stands for the transuranic element neptunium {Z = 93) and 
Pu for plutonium (Z = 94) . The isotope Pu^^® is a weak a-ray emitter^ 
(see also Sec 227) 

The two periods given for Au*^®® indicate another example of radio- 
active isomensm. The bombardment creates theAiP®® nucleus in 
either of two quantum states, w'hich decay radioactively at different 
lates, and neither of which can pass into the other with the emission 
of a 7 -ray (this being a “forbidden'^ transition). 

The transformation of Na^^ is very complex and merits description. 
According to Kruger and Ogle, who studied the r-rays by measuring 
the energies of pair particles generated by them in a cloud chamber,^ 
at least seven different 7 -rays are emitted by the final Jvlg^^ nucleus 
Furthermore, the /3-rays that are emitted in the disintegration of 
fall into three groups, corresponding to three alternative levels in 
which the Mg^^ nucleus may be formed. The proposed level scheme 
and the various transitions are shown in Fig 212 . The energies of 
the observed 7 - 1 ‘ays, the maximum energies of the i3-rays in Mev, 
and the relative intensities within each group, are as follows* 


i 

/3-rays 

7 -rays 

A 

B 

C 

D 

E 

F 

G 

H 

/ 

J 

1 84 

1 63 

1 07 

2 56 

2 76 

3 24 

2 68 

2 89 

(1 26) 

1 38 

515 

160 

40 

26 

15 

0 9 

16 

9 

(25) 

42 


221, The Excitation of Gamma Rays. — Nuclei in excited states, 
out of which they can undergo transitions with the emission of 7 -rays, 
may be produced in several different ways. Several cases have already 
been cited; the pnncipal cases will now be hsted here in order. 

(a) Fluorescent Oamma-rays — Many attempts were made to pro- 
duce the analog among 7 -rays of ordinary fluorescence, but success 
was not attained until a continuous spectrum of radiation of sufficiently 
high frequency was available. The reason lies no doubt in the extreme 
narrowness of the nuclear levels that are involved in 7 -ray emission, 
the absorption spectrum of a nucleus consists of narrow lines, and it 
will be a rare accident if any y-re^y emission line coincides with the 
absorption hne of another nucleus. 

^ Oliphant, Nature, voL 157, p 6 (1946) 

* Krttguk and Oglk, Phys Rev , val 67, p. 273 (1945). See, however, Phy$ 
Rev., vol 70, p. 985, also p. 978 (1946) 
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The following example is interesting. Gold, under illumination 
hy X-rays with an hv value exceeding 1 22 Mev, was found by W ieden- 
beck to develop a short-lived 7-ray activity, unaccompanied by /3-rays ‘ 
The high potential required to generate the X-rays was obtained from 
a Van de Graaff-Herb electrostatic generator. The hv value of the 
7-rays, calculated from the absorption in aluminum foil of the internal- 
conversion electrons generated by them, was 0 25 Mev; their intensity 
was observ^ed to decrease to half in 7.5 sec. 

An excitation curve for the generation of these 7-rays, reproduced 
in Fig. 213, was obtained by varying the potential on the X-ray tube 
and therewith the upper frequency hmit of the X-rays. The 7-ray 
activity begins to be observed at hv = 1.22 Mev, and the curve of its 
intensity exhibits definite breaks at 1.68, 2 15, 2 56, and 2 97 Mev. 



Fig. 213 . — X-ray excitation curve for gold The abscissa represents the maximum 
energy of the X-ray spectrum. {Obtained by Wiedenbeck ) 

The observations were interpreted by Wiedenbeck to mean that 
the gold nucleus possesses electromagnetic absorption lines at 1 22, 
1.68, 2.15, 2 56, and 2 97 Mev and correspondmg energy levels lying 
at these distances above the normal level. From any one of these 
levels the nucleus is able to pass very quickly, with the emission of a 
high-energy fluorescent 7-ray, into a level lying only 0.25 Mev above 
the normal level ; and a further transition then gives rise to the observed 
activity. The level at 0 25 Mev is metastable; the probability of a 
transition out of it into the normal level is so small that the half-life 
of nuclei in this state is 7 5 sec. For this reason, also, no absorption 
line at 0.25 Mev can be detected. The more energetic higher-fre- 
quency 7-rays emitted very quickly during the descent into the meta- 
stable level were not detected. 

^ Wiedenbeck, Phys Ren , val. 67, p. 63; voL 68, p 1 
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Rhodium was found to possess a similar metastable level lying only 

0 04 Mev above the normal level ^ The corresponding y-rays, with 
energies of only 40 kilovolts, lie in the ordinary X-ray region. The 
half-life period is 45 min. Higher excitation levels were found at 1.26, 

1 64, 2.02, 2 37, 2.71, and 3 05 Mev 

(6) Excitation by Inelastic Bombardment . — ^Wiedenbeck found that 
the T-ray activity in gold just descnbed could be evoked also by bom- 
bardment with neutrons. The neutrons were generated by photo- 
disintegrating beryllium with high-frequency X-rays, so that their 
energy could easily be varied. It was found that activation of the 
gold began only when the neutron energy was raised above 1.22 Mev. 
It may be concluded that the neutrons also produce the metastable 
level at 0 25 Mev only indirectly. Since the activity exhibits the same 
properties whether produced by photons or by neutrons, it is to be 
presumed that the bombarding neutrons are not captured but merely 
excite the gold nucleus without otherwise altering it. 

The activities in rhodium could also be evoked by bombardment 
with electrons of 2 5 Mev energy. 

Another interesting example of noncapture excitation is presented 
by one of the first proton reactions to be discovered: 

Li^ -b HI 2He^ 

(Sec. 214). This reaction is observed to be accompanied by the emis- 
sion of 7-rays, There appears to be a definite 7-ray line or band at 
0 46 Mev, emitted at least whenever the energy of the bombarding 
protons exceeds 0,85 Mev.^ These particular 7-rays have been 
ascnbed to a noncapture excitation of the Li^ nucleus by collision 
with a proton, the Li*^ nucleus emitting a 7-ray in returning to its 
normal state. That is, whereas some Li^ nuclei capture the H^ 
nucleus and then break up into two a particles, according to the 
reaction just written, others are merely excited as the result of an 
inelastic collision. 

The assumption that the Li^ nucleus actually possesses an excita- 
tion level 0.46 Mev above its normal state is supported by a pecuhar 
feature of another reaction in which Li^ nuclei appear as products, viz.j 

Li6 + H2-.LR + Hi. 

Two groups of protons are produced by this reaction (coming from 
different mdividual nuclei of course) ; their energy difference, as meas- 

1 WiEDBNBECK, Phys Rev , vol 67, p 267, vol. 68, p. 237 (1945). 

^ Hudson, Heed, and JPdain, Phys, Rev , vol 57, p. 587 (4940). 
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iired, is 0 45 Mev.^ It is assumed that the faster protons arise when 
the Li^ nucleus is left in its normal state, the slower when it is left in 
an excited state lying 0.45 or 0 46 Alev higher. 

(c) Gamma Rays from a Nticleus Formed iy Capture — In addition 
to many (n, j) reactions, of which examples were given in Sec 220^ 
a number of (p, y) reactions are knowm, in which a proton is captured 
to form a product nucleus in an excited state and the excess energy is 
then emitted as a T-ray. The product nucleus may or may not sub- 
sequently undergo radioactive change For example, 

fill + + hv; 

C 12 + HI + hv, 7(9 93 min ) 

Other cases, in which the active nucleus is formed by capture of an 
electron, will be described in Sec. 225. 

(d) Emission by an Intermediate Nucleus — ^Among the y-rays from 
a mass of lithium bombarded by protons there is a hard component 
with a photon energy of about 17 5 Mev.^ It is believed that these 
7 -rays are emitted by the intermediate Be® nucleus, a complete state- 
ment of the reaction being as follows: 

Li^ + Be®', Be®' Be® + hv, Be® 2He^. 

Here the symbol Be®' stands for an excited beryllium nucleus and hv 
for the 7 -ray The entire amount of rest mass that disappears in 
the reaction is 

Li7 + - 2He^ = 7 01804 + 1 00812 - 2 X 4 00388 

- 0 01840 a.m.u. = 17 15 Mev 

This energy, plus the kinetic energy of the must supply both the 
energy of the y-ray and the kinetic energy of the two a particles The 
kinetic energy of the a particles, by a principle of mechanics, cannot be 
less than that of the Be® nucleus out of which the a particles are 
formed; and the kinetic energy of Be® will be indistinguishable from 
that of Be®' The kinetic energy of Be®', in turn, is of that of the 
incident the Be®' nucleus being eight times as heavy as and 
hence retaining 3^ of the velocity of the proton and the same fraction 
of its kinetic energy. Now resonance, ix , maximum excitation of the 
7 -rays in question, occurs when the protons have an energy of 0 44 
Mev. Adding % of this energy to the energy available from the rest 
masses, we have a maximum of 17.64 Mev available for the y-ray. 
This probably exceeds the energy of the y-rays, thus leaving something 

1 Rumbaugh, Roberts, and Haestap, Fhys. Re^ , vol 54, p. 657 (1940) 

2 Cf Hudson, Herb, and Plain, Phy^. Rev,, he. cd 
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over for the kinetic energy of the a particles, which term a much 
Kslower group than those that arise from the alternative immediate 
disintegration of Be^' and are described m Sec. 214 

In most instances, however, the emission of material particles 
tends to occur so much more quickly than the emission of radiation 
that 7 -rays can be emitted only by nuclei which are eithei stable 
toward the emission of particles or at most a- or jS-active. 

(e) Gamma-rays jrom Bemdual Nuclei — Reactions of type (a, p) 
or (a, n) often result m the emission of 7 -rays, so do some deuteion 
reactions These 7 “rays are believed to be emitted by the residual 
or product nucleus, which is left in an excited state by the departure 
of the proton or neutron and emits 7 -rays as it descends into states 
of lower energy The residual nucleus may or may not undergo sub- 
sequent radioactive transformation An example of such 7 -rays, due 
to a deuteron leaction, is discussed in Sec 224 below 

On the other hand, (p, a) and (p, n) reactions do not seem to give 
rise to 7 -rays, the residual nucleus being always left by the reaction m 
its normal state. 

(/) Gam^na-rays following radioactive change^ i e , the emission of 
an o: or particle, are common, as we have seen An elaborate example 
was described in Sec 217(6) 

222. Photodisintegration and Electron Disintegration. — IVIany 
( 7 , n) reactions are known, in which a 7 -ray or high-energy X-ray is 
absorbed by a nucleus and a neutron is emitted Such reactions can 
be detected most surely by observing the neutrons, but a more con- 
venient means of detection is often furnished by the radioactivity of 
the residual nucleus As the frequency of the incident radiation is 
progressively increased, the reaction begins at a certain threshold 
value of the photon energy hv, and the yield then increases more and 
more rapidly as the frequency is further increased If the residual 
nucleus is formed in its lowest state, the threshold energy represents 
also the work required to detach a neutron from the initial nucleus. 

Since the incident radiation must be assumed to exert its direct 
action upon the charged particles in the nucleus, t.e., upon the protons, 
whereas it is almost always a neutron that is emitted, photodisintegra- 
tion IS not usually analogous to the ejection of Compton electrons 
from an atom; it may be compared, perhaps, with the emission of 
Auger electrons [Sec. 190(6)]. 

The photodisintegration of the deuteron was mentioned in Sec 216; 
the threshold for this process is hv — 2.17 Mev The effective cross 
section for 6.2 Mev 7 -rays^ w about 1.2 X 10"^® cm.^; i e ,it the 7 -rays 
^ VA’n ALWEMand Smith:, vol 59, p. 618 (1941) 
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are assumed to be uniformly distributed over an area containing a 
large number N of deuterium nuclei, as many y-rays will give rise to 
disintegrations as fall on an area equal to 1.2A^ X 10““® cm ^ Cross 
sections for photodisintegration vary with the frequency of the inci- 
dent radiation* 

For the photodisintegration of beryllium the threshold is only 
1 63 Mev, Furthermore, the same disintegration can be effected by 
means of electrons of the same energy as the X-rays, as was shown 
by Collins, Waldman, and Guth ^ They detected the neutrons by 
means of radioactivity produced by them in silver, rhodium, or indium* 
That the effect obtained with electrons was not caused indirectly, by 
X-rays generated by the electrons in the beryllium, was shown by 
noting that almost the same emission of neutrons was obtained from 
beryllium targets of two different thicknesses, 0 038 cm and 0 20 cm. 
The thin target was sufficiently thick to stop the incident electrons, 
whereas even the thick one would not appreciably absorb either the 
neutrons or X-rays of several Mev energy, hence, the observed neutron 
emission would have been much greater if it had been due to X-rays. 
The cross section for disintegration of beryllium by electrons of 2.5 
Mev energy is 8 X 10“®^ cm.^* the rate at which disintegrations are 
produced is the same as if the nucleus were a little disk of area 8 X 10~®^ 
cm ^ placed perpendicularly to the stream of electrons and all electrons 
striking this disk gave rise to disintegration.^ 

In heavier atoms the thresholds for photodisintegration lie much 
higher. Baldwin and Kock report the following values, m Mev: 



(712 

N14 

016 


CU63 


Agio? 

Agios 

Obs 

19 

11 

16 3 

14 2 

10 9 

11 6 

9 5 

9 3 

Calc 

18 8 

10 6 

16 







In all cases detection was effected by means of the radioactive product 
nucleus. The first three decay processes are 


Cn (20.5 mm.) ; t( 9.93 min ) ; 

015 ^ (2.1 mm ) 

The final nuclei being thus stable and well known, it was possible in 
these three cases to calculate the net loss of nuclear rest energy; from 
this, after correcting for the emitted radiations, the values of the dis- 
integration energy of and listed as ^‘calc.'^ were obtained. 

^ Collins, Waldman, and Gitth, Phys. Rev , voL 56, p. 876 (1939). 

® WiEDENBECK, Phys, Bev , vol. 69, p 235 (1946). 
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These values agree satisfactorily \nth the observ-ed thresholds for 
photodismtegration. 

Good evidence for the following (7, p) leaction was obtained by 
Huber and his coworkers 

yjg26 ^ Mg25 + fi- (61 sec,) 

223. Groups of Emitted Protons; and Alpha Resonances . — When 
protons are emitted as a result of bombardment, their kinetic energy 
varies in step with the kinetic energy of the bombarding particles. 
Thus, conservation of energy is maintained. Even for a given energy 
of the bombarding particle, however, it is often observed that the 
emitted protons fall into several groups characterized by different 
values of the kinetic energy. 

This feature, and also the phenomenon of a resonances mentioned 
in Sec. 217(6), will be illustrated by describing the early work on the 
reaction 

F19 + ^ ]sre22 + p + Q. 

The proton spectrum from this reaction was studied by Chadwick and 
Constable.^ Fluorine m the form of calcium fluoride was employed 
The curve of proton intensity plotted against proton energy was found 
to show six broad maxima between the extreme proton ranges (in 
air) of 20 cm. and 65 cm. The energy of the bombarding a particles, 
which came from polonium, could be decreased in any desired ratio 
by interposing a suitable thickness of absorbing material. When the 
energy of the a particles was decreased below that corresponding to 
an a-particle range of 3 25 cm. in air, the proton spectrum became 
shortened, one pair of maxima disappearing; at about 2.7 cm., another 
pair disappeared; and below 2 cm. the entire proton spectrum was 
absent. The three pairs of maxima that thus disappeared in succes- 
sion showed about the same spacing m energy between their compo- 
nent groups of protons 

These facts are explained if it is assumed that the components of 
any given pair are produced by a particles of the same energy, and 
that the difference in the two proton energies arises from a difference 
in the disintegration process. Chadwick and Constable assumed 
that the emission of the proton may leave the residual Ne^^ nucleus 
in either of two possible quantum states. To each of these states will 
then correspond a different value of the reaction energy Q, which 

1 Hubbe, Lienhaep, Schbrkek, and Waffleb, Helv , Phys Acta, vol 17, p. 139 
(1944) 

* Chadwick and Constable, Boy, Soc,, Proc,, vol. 135, p. 48 (1932), 
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represents the (algebraic) excess of the final kinetic energy, belonging 
to the proton and the residual nucleus, over the initial kinetic energy, 
belonging to the initial nucleus and the bombarding particle. For 
reactions leading to the two states of Ne^^, Chadwick and Constable 
(‘aleulated from their data that Q = 0.99 or 1.67 Mev, respectively, 
so that the two leA’els of would lie 1 67 — 0 99 or 0.68 Mev apart. 

The occurrence of three similar pairs in the proton spectrum "was 
then accounted for by supposing that, since the a particles are slowed 
down to a stop in the calcium fluoride, (1) effects due to all a-particle 
speeds below a certain maximum w’^ere obtained, but (2) there exist 
three resonance levels for the a-particle energy at which the reaction 
occurs with maximum frequency. These levels were assumed to he 
at a-particle ranges m air of about 2, 2 7, and 3 25 cm , and correspond 
presumably to three possible excited levels m which the intermediate 
Na^^ nucleus may be formed when a fluonne nucleus captures an a 
particle The continuous distribution of the proton energies as 
observed may have been due m part to straggling of the protons after 
leaving their point of ongin or to other experimental inperfections, 
blit it was probably due also in part to a great breadth of the Na®^ 
levels, which is associated with the rapidity of the ensuing disintegra- 
tion. As a result of this breadth, which implies a considerable indefi- 
niteness m the energy of the short-lived Na^® nucleus, a particles can 
be absorbed over a rather wide range of a-particle energies; the kinetic 
energies of the emitted protons will then vary in step with the energy 
of the a particles, so as to preserve the conservation of energy 

The study of the same reaction was extended by May and Vaid 3 ’'a- 
nathan, using the swifter a particles from RaC' (7.0 cm. range in air) ^ 
They found three other groups of protons, whose actual ranges as 
observed were of the same order as those just descnbed, because of 
the high a energies, but which corresponded to the negative Q values . 
—3.2, —2.1, —0 1 Mev. They observed no duplications resulting 
from the superposition of various a resonance levels, apparently 
because they used thin targets and thus kept their a-particle energies 
within a narrow range They recalculated Chadwick and Constable’s 
Q values, from better range-energy data for protons, as 0.87 and 1 47. 
Pose, using polonium particles, had found Q values^ which May and 
Vaidyanathan recalculated as 0 6 and 1 3 Mev. They concluded, 
therefore, that protons with a Q value of about 1.4 Mev certainly 
exist, but, finding no trace of an 0.87 or 0.6 group at a point where 
they should have found it, they su^ested that the appearance of such 

1 May and Vaidyanathan, Boy. Soc., Proo., voL 155v p 519 (1936) 

2 Pose, Zetfs. f Fhysik^ vol 72, p 528 (1931). 
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a group m the observations of Chadwick and Constable and of Pose may 
have been spurious. 

If the 1.4 group is assumed to result from the production of Ne^- 
m its normal state, we have then the following energy levels for Ne^^, 
measured from the normal state 


Ne22 level I 

0 

1 

(0 6) 

1.5 

3 5 

4 6 

Q value 

1 4 

(0 8) 

-0 1 

-2 1 

-3 2 


Here 1.5 = 1 4 — (—0.1), etc. Positive Q means that the protons and 
the recoiling Ne^^ nucleus together have more kinetic energy than the 
bombarding a particle; negative, that they have less 

As calculated from the masses, which refer, of course, to the normal 
nuclear states, 

e - + He" - Ne^2 - H" - 19 00452 + 4.00388 - 21.99864 

- 1 00812 = 0 00164 a m.u. = 1 53 Mev 

This agrees sufficiently well with the observed value of 1 4 Mev. 

In direct observations of the yield for both the (a, p) and the (o:, n) 
reactions of fluorine as a function of a-particle energy, Saha likewise 
found indications of the existence of resonance levels for the cl particles,^ 
but his values for these levels do not seem to agree at all with those 
found by Chadwick and Constable! 

This fluorine reaction has been discussed at some length, in 
part, for the purpose of illustrating the general fact that precise work 
on nuclear phenomena is difficult, and hence conflicting or imperfect 
data exist in the literature in regard to many nuclear reactions 

It may be remarked that fluorine bombarded by a particles also 
emits neutrons, according to the reaction, + a — » Na^^ + n. 

224. Neutron and a-ray Spectra. — Neutrons emitted as a result 
of bombardment commonly occur in groups, corresponding to different 
quantum states for the residual nucleus 

Consider the reaction, so much used as a neutron source* 

Be® + H" + ni. 

Using 0 9 Mev deuterons (H®), and determining the neutron enei*gies 
from recoil proton tracks produced by them in a high-pressure cloud 
chamber containing methane, Bonner and Brubaker obtained the 
curve shown in Fig. 214 for the recoil protons.® Only proton tracks 

1 Saha, ^efds, f Physiky vol 110, p. 473 (1938). 

2 Bonnbk and BwoBAKipt, Plm/a, vol. 50, p 308 (1936). 
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pointing almost straight away from the target were counted, on the 
assumption that these tracks were made by protons projected in 
practically the same direction as the direction of approach of the inci- 
dent neutrons. 

The four peaks in the curve are interpreted as meaning that the 
nucleus may be left in any one of four possible quantum states. 
Because of this fact, the neutrons arising from bombardment with 
deuterons of given energy and leaving the scene m a direction at right 
angles to the deuteron beam should have energies equal to one of 
four sharply defined values, and, in turn, the protons that are pro- 
jected straight ahead by these neutrons should likewise be limited to 
one of four possible kinetic energies 

Actually, however, it is impossible to screen off high-speed neutrons 
effectively, so that the walls of the cloud chamber are struck by 



Fig 214. — Energy distribution of recoil protons due to neutrons from the reaction 
Be® -f H2(0 9 Mev) + n 

neutrons over a wide area, many of them, after being deflected by a 
nucleus in the wall, may, by an oblique collision, produce a proton 
moving in the direction selected for observation but with reduced 
energy. Furthermore, the deuterons are slowed down somewhat in 
the target, which causes a corresponding variation in the neutron 
energies. Thus the proton spectrum, as observed, will consist of four 
broad peaks instead of four lines, and only the high-speed edges of these 
peaks correspond to neutrons projected in the ideal manner, t e , 
by deuterons of maximum energy and at 90° to the deuteron beam 
Additional small amounts of spreading result, also, from lack of 
homogeneity in the incident deuteron beam and from straggling of the 
proton tracks themselves 

From the curve, the authors conclude that neutrons projected from 
beryllium at 90° by 0.9 Mev deuterons have energies of 4 52, 4 0, 2 6, 
or 1 4 Mev. For the neutrons of highest energy we find, from Eq 
(325) in Sec. 214, in which Mi = 2, M 2 = 1, Mz = 10, nearly enough, 

Q = (1Ko) 4.52 - (%o)0.9 = 4.25 Mev. 



643 


Sec 224] NEUTRON AND a-RAY SPECTRA 

The masses give Q = Be^ + or 

Q - 9.01497 + 2.01472 - 10.01605 - 1.00893 - 0.00471 a.m u 

= 4.39 Mev 

The last figure of the masses being quite uncertain as given here, the 
agreement between 4 25 and 4 39 is satisfactory and indicates that in 
the emission of the 4 25 Mev neutrons the B^° nucleus must be left 
in its lowest state. For the other three groups of neutrons, we find 
similarly Q = 3 68, 2.14, 0 82. Subtracting these numbers from 4.25, 
we infer energy levels of B^° at 0.6, 2.1, and 3 4 Mev above the normal 
state, about as shown in Fig 215. 

It happens that the 7-rays from this same reaction have been 
studied by Kruger and Green. ^ They confirm the existence of the 

From 
/-rays, protons 

, ^ r- 32 34 


2X> 2 1 


1 1 05 06 

— :: 1 — 0 Mev 

05 12 15 2JD 21 32 Calc from levels 
051 107 144 196 2.81 3 21 Observed 

Fig 215 — Energy levels of All energies, including those of the six 7 -raj^s listed 

at the bottom of the figure, are in Mev 

four energy levels of B^®. From the distribution of the tracks of 
Compton electrons ejected by the 7-rays from a thin piece of mica foil 
in a cloud chamber, it was inferred that six 7-ray lines occur, with hv 
energies of 0.51, 1.07, 1 44, 1.96, 2 81, 3.21 Mev These 7-rays could 
be interpreted as arising from various transitions between four levels 
of the B^® nucleus, as indicated in Fig. 215, where energy levels chosen 
to fit the 7-ray data are represented by the diagram; the 7-ray energies 
calculated from these levels are given below the diagram in comparison 
with the observed energies. The agreement is within the experimental 
error. The four nuclear levels as determined from the 7-rays agree 
satisfactonly with those indicated by the neutron groups. 

From another reaction, 

Fi9 + H2^Ne2o + nh 

1 Kruger and Green, Phys Rev , vol 52, p. 773 (1937). 
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Bonner found seven groups of neutrons, with Q values 10,8. 9 3, 6 6, 
5 4, 3 5, 1.8, and 0.7 Mev.^ 

The a-rays emitted by a radtoactive substance also sometimes fall %nto 
different groups, characterized by different values of their kinetic 
energy Usually these groups are nearly equally spaced m energy, 
with a spacing of the order of 100 kilovolts, and those of lower eneigy 
are less intense. It is assumed that in such cases the groups corre- 
spond to vanous quantum states in which the residual nucleus left 
after the departure of the a-ray may be left. The y-rays associated 
with transitions between these various levels are often observable 
Arguments have been advanced for the belief that some of these nuclear 
levels may correspond to various states of rotation of the nucleus ^ 
An alternative possibility is that similar groups may result from 
differences in the quantum state of the initial nucleus that emits the 
a-ray, but only when this nucleus is extremely short-lived, in order to 
exclude the possibility of a prior y-ray transition; examples are the 
nuclei of RaC/ (1.5 X sec ) and ThC' (3 X sec ) 

225. Radioactive Decay by Electron Capture. — If a neutron is 
capable of emitting an electron and turning into a proton, as is assumed 
in order to explain negative /S-ray emission, the reverse should also be 
possible; a proton should be able to combine with an electron and 
become a neutron. This cannot happen at low energies, to be suie, 
for the rest mass of the electron (0 00055 a m u ) is insufficient to 
provide the required increase of mass (0.00893 — 0 00813 = 0 00080 
a m.u.) The impossibility of the spontaneous absorption of a slowly 
moving electron by a proton is doubtless the reason that nuclei contain- 
ing protons can exist indefinitely even when surrounded by a shell of 
electrons The reverse process, spontaneous conversion of a neutron 
into a proton with emission of an electron, is energetically possible; 
but this process has not been detected with certainty ® 

In an excited nucleus, on the other hand, there is an additional 
store of energy upon which a proton noight draw in order to absorb 
an electron and become a neutron. The h3rpothesis was put forward 
on more abstract grounds by Yukawa in 1935 and discussed by 
Alvarez^ that, as an alternative to the emission of a positron, a nucleus 
containing an excess of protons may suddenly capture one of its cir- 
cumnuclear electrons, usually out of the K shell In this way, as 
well as by positron emission, the atomic number Z will be decreased by 

^ Bonneb, Roy. Soc , Proc , voL 174, p. 339 (1940). 

2 Guggenhbimbb, Roy, Soc , Proc , vol. 181, p. 169 (1942) 

® See, however, Stjndarachab, Nature, vol 157, p 286 (1946) 

^ Alvarez, Phys Rev., vol 54, p 486 (1938)« 
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unity without altering the mass number .4. Any excess of energy may 
be either radiated away in y-rays or, perhaps, carried away by a 
neutrino that is emitted as the electron and proton coalesce. 

Many examples of this process, usually called K capture, are now 
known. Its occurrence can only be detected indirectly, most com- 
monly by observing either the X-rays or the Auger electrons which are 
emitted as another electron drops into the hole in the K shell These 
X-rays or Auger electrons should have a frequency or energy chaiac- 
teristic of an atom containing the final nucleus that is formed by the 
capture. They should not be affected by an approximately simul- 
taneous emission of 7 -rays by this nucleus as it diops into lower energy 
levels 

Two good examples, described by Deutsch and Elliott, are the 
following ^ 

Mn54 Cr^" + X, 7 ; Co^« Fe^« + or X, 7 

The Mn^^ nuclei, which decay by X capture alone with a half- 
life of 500 days, were produced by bombarding iron with deuterons, 
separating the manganese out chemically, then letting the iron age 
2 months in order to eliminate the 6 5-day activity of Mn^^, which is 
also produced by the bombardment. By using counters and observing 
coincidences (within the time resolution of ordinary apparatus) 
between the X-rays and the accompanying 7 -rays, it was shown that 
each X-ray is accompanied by one 7 -ray. It was concluded that, in 
addition to the X-ray emitted by the circumnuclear electrons, the 
Cr®^ nucleus that is formed by X capture emits a single 7 -ray, of 
energy 0.835 Nev, in settling into its normal state. 

The case of Co®* is more typical in that Co®* is known also to emit 
positrons. The complete radiation from Co®* was studied by allowing 
it to eject photoelectrons from a lead foil. When a curve was drawn 
showing the number of photoelectrons as a function of their energy, 
two peaks were observed. One of these, corresponding to an incident 
7 -ray energy of 0.805 Mev, was ascribed to 7 -rays emitted by the 
transformed nucleus; the other, at 0.51 Mev was ascribed to 7 -rays 
generated in the lead foil by annihilation of the positrons Com- 
parison of the heights of the peaks indicated that 10 times as many 
7 -rays as positrons were emitted by the Co®* material. Coincidence 
studies indicated further that one 7 -ray was associated with each 
positron, and another with each of the X-rays that were observed 
to be emitted. It was concluded that the Co®* nuclei all become traiis- 
formed into nucl^ of Pe®* in the same excited state, 10 percent of them 

1 DEtTOOH and Eemott, vol. 05, BU (1^44). , 
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by positron emission and 90 percent by K capture; the Fe^® nucleus 
then emits a 0 805 Mev y-ray in settling into its normal state 

The energy difference between Co^^ and the excited Fe®® can easily 
be calculated; it is the sum of the maximum kinetic energy of the 
positrons, 0.470 Mev, and the rest energy of the positron, or a total 
of 0 98 Mev. When K capture occurs instead of positron emission, this 
excess energy is presumed to be earned away by a neutrino 

Still another feature is presented by Te^^S which decays by K cap- 
ture to Sb^^^, with the emission of mixed y-rays of energy 0 23 and 
0.61 Mev. Among the X-rays was found a weak line characteristic 
of tellurium, not antimony. By studying coincidences between the 
X-rays and the conversion electrons produced by the y-rays,^ Yalow 
and Goldhaber convinced themselves that the Sb nucleus was formed 
sometimes in one excited level, sometimes in another, from one level, 
lying 0 23 Mev above the normal state, a y-ray is emitted so quickly 
(in less than 2 X 10"^’’ sec ) that it usually precedes the emission ot 
an X-ray by the electrons in the same atom. This y-ray is then inter- 
nally converted half of the time, with removal of the second electron 
from the K shell. The X-ray that is emitted subsequently, coming 
from an antimony atom with both K electrons missing, then has a 
frequency approximating that of the ordinary K line from tellurium. 

The hypothesis that a neutrino is emitted in the process of K 
capture is supported by observations of Allen on the recoil of the active 
nucleus ^ He measured the energy with which Be^ nuclei recoil aftei 
deca 3 dng by K capture to form Li^. The only way to bring the occur- 
rence of such recoils into harmony with the conservation of momentum 
seems to be to assume that the excess energy is carried off by a neutrino 
The energy of the recoiling atoms was found to be 40 to 45 ev, as 
against a theoretical value of about 58 ev. 

226 . Alternative Reactions. — Examples have already been given 
illustrating the common fact that the results of a particular bombard- 
ment may vary [eg , in Secs. 217 (c), 220, and 223]. The following 
additional case deserves description. 

When fluorme is bombarded by protons, both long-range and short- 
range a particles in addition to y-rays and pairs of positive and nega- 
tive p particles are found to be emitted by the bombarded material 
Elaborate investigations have been necessary in order to make out 
the relationships of these emissions.^ 

1 Yalow and Goldhaber, Phys Rev , vol 67, p 59 (1945) 

® Allen, Phys, Rev,, vol. 61, p. 692 (1942) 

* See Becker, Fowler, and Lattritsen, Phys, Rev , vol 62, p 186 (1942), and 
references there given, also Bennett, Bonner, Mandevclle, and Watt, Phys, 
Rev , vol. 70, p. 882 (1946), and Schiff, ihid,, p 891. 
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Important clues were finally found in excitation curves showing the 
observed abundance of the various products as a function of the energy 
of the bombarding protons. These curves, as obtained by Streib, 
Fowler, and Lauritsen,^ are reproduced in Fig. 216. The resonance 
peaks in the curves are interpreted as corresponding to various alter- 
native quantum states in which the Ne^° nucleus may be formed by 
the union of a proton with a F^® nucleus. These resonance T^aks are 



Fig 216 — Excitation curves for the long-range a particles, 7 -rays and pairs 

from fluorine bombarded by protons The ordinates for the T-ray curves are reduced 
in the ratio 1/50, for low proton energies, the curves are repeated with a tenfold am- 
phfication of ordinates {From Streib, Lauriisen, and Fowler, Phya, Rev , vol. 59, p 253, 
1941 ) 

different for the y-rays, the long-range a 'particles^ and the p-ray pairs. 
The observed resonance energies (of the incident protons) in Mev for 
the three emissions just mentioned are as follows: 

a particles: 0.72, 0.84, 0.9 to 1 2, 1 35 

r-rays: 0,334, 0.479, 0.589, 0.660, 0.862, 0.927, 1.335, 1.363 

Pairs: 0.6 to 0 8, 0.85, 1.14, 1.22, 1.35 

The known facts were found to agree with the assumption that 
at least the following three alternative forms of the reaction occur. 

1 Steeib, Fowler, aiidLA.xnarrsBN, Phys^ 1?^., vol. 69, p. 253 (1941) 
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(A) 0^® + He^ + Qo, 

(B) : *^0^® + He^ + *^0^® — > 0^® + y. 

(C) : F^® + — » ""O^® + He^ + Qa, ^0^® 0^® + /3^ + /3“ . 

Here the symbol “Ne^® stands for a group of states of the Ne^® nucleus 
out of which it can only disintegrate into an a particle and an O^® 
nucleus in its normal state, with an evolution of energy Qo ~ 7 95 Mev 
This value of Qo agrees sufficiently well with the loss of rest mass 
F + H- 0-‘He=0 0045 + 0 0081 — 0.0039 = 0 0087 a.m u , 
equivalent to 8 1 Mev. The emitted cx particles have a kinetic energy 
equal to Qo plus the kinetic energy of the bombarding proton, minus 
the small kinetic energy of the residual 0^® nucleus j hence these 
a-particles have a long range. 

The symbol -yNe^® stands similarly for another group of states from 
which Ne^® disintegrates into an a particle and an 0^® nucleus in an 
excited state, denoted by '^'O^®, from which it soon passes into its normal 
state with the emission of a 7-ray. The energy of the 7-ray has been 
measured wuth some uncertainty as 6.2 Mevj it is observed to be 
independent of the energy of the bombarding protons. The a-rays 
given out in this reaction should thus have an energy corresponding 
to Qi = Qo — 6 2 = 7 95 — 6.2 = 1 75 Mev. Their range should 
accordingly be short, not much more than 1 cm. in air of normal density 
for a bombardment energy of less than 1 Mev. By direct observation 
of the tracks of these a particles in a cloud chamber using helium at 
lowered pressure in order to lengthen the tracks, their energy was found 
to correspond to Qi == 1 93 ± 0.07 Mev, in sufficient agreement with 
the value calculated from the 7-rays- 

Fmally, ’"Ne^® stands for still another group of states of Ne^® out 
of which it passes into a metastable excited state of O^®, denoted by 
^O^®, from which a radiative transition into the normal state is impos- 
sible, or nearly so. An 0^® nucleus in this state can, however, pass into 
its normal state by the simultaneous emission of a positron and a 
negative electron, a process that slightly decreases the nuclear mass 
but changes neither the atomic number nor the mass number. The 
sum of the kinetic energy of the pair and their combined rest energy of 
1 Mev was found by Tomlinson^ to be 6.0 ± 0.2 Mev, so that ""O^® 
lies 6.0 Mev above 0^®. 

The Q value Q2 for this third reaction C was also determined from 
the a-particle energies by Becker, Fowler, andLauritsen, using a proton 
energy of 1.274 Mev, just above the strong resonance value for pair 
emission at 1.22 Mev. No trenbje seemed to be caused by a-rays 
due to reaction from which fact it was surmised that the T-rays 

1 Tomlinson, Phys. Rev , vol 60, p 169 (1941). 
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giving use to the broad hump in the observed excitation, curve near 
1 2 ]Mev were not due to reaction B but were produced in some other 
way, perhaps by a noncapture excitation of the nucleus. It was 
found that ~ 1.93 ± 0 07 Mev. The sum of and the pair 
energy, 6 0 Mev, is 7 93 Ivlev, in good agreement with the total emis- 
sion of energy as represented by Qq = 7.95 Mev 

Streib, Fowler, and Lauritsen also suggested that the coincident 
resonance peaks at 1 35 Mev (Fig 216) might be due to the existence 
of still a fouith group of Ne^® states, denoted by from each ot 



Fig. 217. — Levels of involved in the reaction FCp, o:)0, and, at the left, six levels 

in which Ne^® is produced in the reaction F(d, ?i)Ne 

which the decay might be either to "0^® or to *'0^®; but confirmatory 
evidence seems to be lacking. 

An approximate energy-level diagram illustrating the reactions 
just described is shown in Fig. 217. For completeness, the normal 
level of Ne is also shown, and, at the left, the six higher levels of Ne 
that wehe found by Bonner using deuterons as the bombarding agent 
(pi» ^ -b In constructing the plot, values for the 

levels a^Te that of were obtained by adding to the com- 

bined rest wergies of 4norin^ hydrogen of the observed 
^ BOnnee, Bof. Boc.j Froc-j voL 174, p. 339 (1940). 
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resonance energies of the bombarding protons, ^Ho being used m 
order to allow for the recoil kinetic energy of the neon nucleus. 

227. Fission of the Nucleus. — There remains for discussion m the 
field of nuclear physics a discovery, announced early in 1939, which has 
already led to astoundmg practical consequences. 

(a) Discovery of Nuclear Fission,^ — In 1934, Fermi tried the effect 
of neutrons upon thorium {Z = 90) and uranium {Z == 92) and found 
that /3-ray activity was induced in both. The observed decay curve 
for the activated uranium was such as to point toward the existence 
of at least four different radioactive substances Fermi found that 
he could separate two of these activities, with periods of 13 and 90 
min., from the uranium by chemical means and thus prove that they 
were not isotopes of that element j and, by further tests, he satisfied 
himself that these substances were not isotopic with any known ele- 
ment having Z > 85. Since it did not seem possible at the time 
that these substances could differ greatly in Z from uranium, Fermi 
concluded that they were all new elements with Z > 92, which had 
been produced by one or more processes of /3-decay from uranium 
atoms activated by the capture of a neutron. 

Fermi's results were confirmed and extended, qualitatively, by 
others. Every experimenter seemed, however, to find a different 
set of periods. Furthermore, it soon became necessary to assume that 
the supposed ^Hransuranic" elements {Z > 92), in decaying, gave 
rise to other radioactive elements which would be isomeric with heavy 
atoms already known. The number of different substances reported 
became so numerous and were interrelated in such a way that it was 
difficult to fit them into any plausible scheme. 

Hahn and Strassmann then undertook a thorough investigation 
in the hope of establishing definitely the chemical nature of the 
new radioactive substances. In the course of this work, they dis- 
covered, in uranium irradiated with neutrons, a new substance with 
a /3-ray period of 250 to 300 hr., which, according to elaborate chemical 
tests, was either radium (Z = 88) or barium (56). To settle the 
identity of this substance completely, they performed a series of 
fractional precipitations and crystallizations of the kind used for 
separating radium from barium. The activity definitely followed 
the barium, not the radium. After further experiments, Hahn and 
Strassmann finally felt justified in concludmg that the radioactive 
substance was barium. To explain its origin, they proposed the 
radical hypothesis that after caytaring a neutron, a uranium nucleus 
may break up into two or more large fragments,, each of the size of a 

^ For a more detailed discussion of the early work see Turner, Rev, Modern 
Phys , vol 12, p 1 (1940). 
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moderately heavy atom The radioactive barium nuclei they inter- 
preted as fragments produced in this manner by the division of 
uranium nuclei.^ 

Once the possibility of this new type of disintegration, called by 
Meitner and Frisch “fission’’ of the nucleus,^ was accepted, the facts 
fell rapidly into order, and fresh corroborations were rapidly obtained. 
Many of the fission products were recognized as substances already 
familiar in the study of induced radioactivity. Thorium and prot- 
actinium (Pa 91), also, were found to undergo fission when bombarded 
with neutrons. Radioactive isotopes of at least 25 elements, including 
Hg (80), Bi (83) and all from Z = 35 (bromine) to^ = 57 (lanthanum), 
have been identified among the fission products produced in thorium or 
uranium ® 

The theoretical explanation of the process of nuclear fission itself 
presented an interesting problem. Why can it occur only in a few 
elements'^ As was remarked in Sec 207, the nuclei of over half of the 
elements could break up into nuclei of lighter elements without violat- 
ing the conservation of energy. Perhaps the answer is to be found 
along the lines of the following picture. We may think of the nucleus 
as being normally pulled into a spherical shape by the short-range 
attractive forces between neutrons and protons [Sec. 209(a)], some- 
what as a suspended drop of water is made spherical by surface tension. 
If the nucleus became flattened through some cause, the potential 
energy due to these forces would be increased. The electrostatic 
potential energy due to repulsion of the protons would, on the con- 
trary, decrease, but in a lesser degree, so that the equilibrium would 
be stable. If the deformation became large, however, the decrease 
in electrostatic energy would probably become predominant, and the 
deformation would then tend to increase further. If the nucleus 
actually became pinched apart into two fragments, both types of 
energy would decrease further as the fragments separated and rounded 
themselves off into spheres, and the final total energy might thus be 
less than the energy of the onginal nucleus. Now we have seen [Sec 
209(a)] that the ratio of electrostatic energy to short-range energy 
increases with increasing Z. Presumably for Z > 89 this ratio 
is so large that the nucleus has only a narrow margin of stability 
against change of shape. 

(6) Detection of Fission . — ^The occurrence of fission is sometimes 
demonstrated, as in the original observation of Hahn and Strassmann, 

^ Hahn and Steassrcann, Naturmss., vol 27, pp 11, 89 (1939). 

® Mbitnee and Feisch, Ncdure, vol. 143, p. 239 (1939). 

* Nishina, Kimtoa, Yasaki, and Ikawa, Z&its, /. Physih, vol. 119, p. 195 
(1942). 
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by identifying the products chemically Another method of detection 
IS to place the uranium, perhaps m the form of the oxide, on the wall of 
an ionization chamber and observe the huge pulses of ionization that 
are produced by the fission fragments as these are projected into the 
gas m the chamber at high speed. ^ Or/ the heavy tracks made by 
these fragments m a cloud chamber may be photographed.^ Finally, 
the fission fragments may be caught upon a receiving surface placed 
very close to the uranium and detected subsequently by means of 
their radioactivity.^ All these methods, except that of cloud-chamber 
observation, have been used repeatedly. 

(c) The Fission of Natural Uranium , — ^The number of fissions pro- 
duced in uranium was soon found to vary markedly with the speed of 
the incident neutrons. Fission can be produced either by fast neu- 
trons, with energy of the order of 1 Mev or more, or by near-thermal 
neutrons, but not by neutrons of intermediate speed. The fission 
cross section of natural uranium for fast neutrons is about 0.1 X 10"^^ 
cm for thermal neutrons it averages about 2 X 10”^^ cm.^, varying 
with the neutron speed v, at least roughly as 1/r.^ 

An interesting theoretical problem arose when these facts were 
considered in relation to the following phenomenon Among the 
products produced in the bombardment of uranium with neutrons, 
Meitner, Hahn, and Strassmann had isolated a substance, chemically 
identical with uranium, which shows negative /9-ray activity, with a 
period of 23 minutes. The yield curve for the production of this 
activity showed a resonance maximum at a neutron energy of 25 
electron-volts. Now a uranium nucleus activated by a neutron of 
25 ev energy ought surely to contain more energy and, hence, to be 
more likely to undergo fission, than a nucleus that has captured a 
neutron of thermal energy. Why, then, do not neutrons of 25 ev 
likewise cause fission in uranium, as neutrons with still more energy 
actually do? As an explanation, Bohr suggested^ that perhaps the 
thermal neutrons can cause fission only in the isotope which 

forms 0.71 percent of natural uranium, whereas the radioactivity just 
mentioned results from absorption of a neutron by the principal 
isotope as had been shown to be almost certain by Meitner, 
Hahn, and Strassmann. He supposes that fission of the product 
nucleus or of itself, requires a neutron energy greatly in 
excess of 25 ev. 

1 Cf several notes on pp. 416-418 erf Fhys, Rev , voL 65 (1939). 

® JoLiOT, Comptes Rendm^ vol. 208, p 647 (1939), Cohson and Thoknton, 
Phys, Rev , vol 55, p 509 (1939). 

3 JoLioT, Comptes Rendm, vol. 20S> p. ?4l (193^). 

^ Cf Phys. Rev , vol, 65, p, 512 (19^) 

® Bohr, Phys Rev , vol 55, p 418 (1939). 
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Bohr’s explanation was soon shown to be the correct one by means 
of experiments upon samples of the separated isotopes, which were 
prepared in a mass spectrograph, the sample of weighed 1 7 X 10“^ 
gram.^ The corresponding capture cross sections have been measured. 
The capture cross section of for fission has been found to vary in 
inverse proportion to the neutron speed and to be of the order of 
2 X 10""®^ cm ® for thermal neutrons ^ The isotope has a fission 
cross section of about 0 5 X 10“^^ cm.® for neutrons of energy from 1 
Mev to 10 Mev;® fission ceases below about 0.35 Mev (in thorium, 
below 1 1 Mev) ^ 

The fiss%on fragments have been studied by various observers 
Further observations were reported by Jentschke, with a thorough 
discussion of previous work ^ He allowed neutrons from a radon- 
beryllium source to pass through a screen of 6 cm. of lead and to fall 
upon a uranium foil 0.15 mm. thick; the two fission fiagments from 
a disintegrating nucleus, emerging into the surrounding gas on opposite 
sides of the foil, produced pulses which were measured simultaneously 
with electrometers. From the total ionization as thus measured, the 
initial kinetic energies of the fragments were calculated, on the assump- 
tion that each ion pair in the gas, which was argon, required 27.5 ev 
for its production; each fragment was assumed to lose 1 Mev initially in 
traversing part of the thickness of the foil. The initial momentum 
of the uranium nucleus being negligible, the ratio of the observed initial 
kinetic energies of the fragments is also the inverse ratio of their masses 
Since, furthermore, the sum of the masses must be equal to that of the 
uranium nucleus plus the incident neutron and minus any neutrons 
that are emitted in the act of fission, the actual masses of the fission 
fragments can be calculated. 

The neutrons as they came from the source were ^^fast” and were 
found to produce four fissions, ascribed to the isotope U®®®, per hour; 
when slowed down to thermal energy in parajffin, they produced 60 
fissions per hour, presumably in U®®^ The results were nearly the 
same in the two cases; hence only those obtained with fast neutrons 
will be described here. 

Using the fast neutrons, it was found that the mass number of the 
lighter product nucleus varied from 79 to 114, 97 being slightly the 
commonest; that of the heavier, from 125 to 160, 142 being commonest. 

1 Nmn, Booth, BtximxNG, and Grossb, Phys Rm., vol 58, p. 475 (1940). 

2 See Phys voL 55, p. 512 (1939), 

® Aqbno et ol , Phys, Rev.^ vol. 60, p. 67 (1941). 

< Haxbt, Shoupp, Stophbhs, and WBrns, Phy$, Rev., vol 58, p 199 (1940), 
for U; vcl 57, p. 1088 ( 1940 ), for Th 

® Jentbchkh, f Ph^$ik, vol, 1^, p. 165 (1943) Bee also Grummitt and 
Wn^lNSON, NaMre, vol, 1^> p. 163 (1946) 
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The total kinetic energy of the products was observed to range from 
133 to 192 Mev, with a commonest value of about 163 Mev. Jentschke 
remarks that, on the other hand, Japanese investigators, using neu- 
trons of 17 Mev energy, were able to observe fissions in which the 
two fragments had nearly equal masses. 

The kinetic energy of the fragment nuclei does not represent the 
whole of the energy released, of course, since part of it may be carried 
off by high-speed neutrons that are emitted (see below), or may be 
reserved for emission in association with subsequent radioactivity 
Henderson measured the emission of energy calorimetrically and found 
an average value of 177 Mev per fission.^ This would presumably 
include the energy of any quickly emitted /3-rays, but might not include 
energy carried off by neutrons or y-rays 

The enormous release of energy that must result from the breaking 
up of any heavy nucleus was discussed by Meitner and Fnsch ^ To 
illustrate the theoretical possibilities, a synthetic nucleus, if no 
neutrons were lost, might be imagined to break up into two equal 
parts which would become tin nuclei, Sn^^® and Sn^^®, after the emission 
of 4 i3-rays each The total energy emitted in such a fission, as esti- 
mated from the isotopic masses would be that corresponding to a loss 
of about 0 262 a m u. or 244 Mev, in addition to the kinetic energy of 
the incident neutron. Unequal division yields less energy, for example, 
division into Kr®^ and Gd^®® yields 0.225 a m u or 209 Mev, in addition 
to the incident energy. Even this latter energy considerably exceeds 
the measured energies. 

(d) Other Means of Inducing Fission , — ^Apparently any means of 
introducing enough energy into a fissionable nucleus suflEices to cause 
fission. High-speed protons may be used.® Deuterons are effective 
if their energy exceeds 8 Mev; the fission cross section at 9 Mev is 
5 X cm ^ for uranium and nearly 7 X 10"^^ cm ^ for thorium ^ 
Either high-energy X-rays from an induction accelerator® or y-mys 
are effective, the fission cross section for 6-Mev y-rays from a F(p, y) 
reaction being about 3 5 X 10“*^^ cm ^ for uranium and 1.7 X 
cm. 2 for thorium ® Finally, a particles accelerated to 32-Mev energy 
in a cyclotron will induce fission in uranium ^ 

^ Hendebson, Phys Eeo , vol 68, p. 774 (1940) 

^ Meitneh and Frisch, NaturCj vol. 143, p. 239 (1939). 

* Dessaijer and Hafneb, Phys Rev , vol 59, p 840 (1941) 

* Gant, Nature, vol 144, p. 707 (1939) ; Jacobsen and Lassen, Phys. Rev , 
vol 58, p 867 (1940) 

^ Balpwin and Koch, Phys. Rev , vpl 67, p 1 (1945) 

« Haxby, Shoupp, Stephens, and WEiins,P%5 Rev., vol. 59, p 57 (1941). 

7 Fermi and SsOBk, Phys Rev , vol 59, p 680 (1941) 
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There is also evidence that fission occurs spontaneously in uranium 
and thorium, although at a very slow rate.^ Maurer and Pose studied 
the slight spontaneous emission of neutrons from uranium, which they 
ascribed to fissions (see below). For this purpose a boron neutron 
counter 5 cm. in diameter and 35 cm. long was surrounded by a 
cylindrical mass of 9 kg of uranium, and the whole was then immersed 
in thick paraffin to slow the neutrons down. Careful tests were made 
in order to rule out possible spurious effects, and, definitely to eliminate 
cosmic-ray effects, the observations were repeated by Pose in a deep 
mine On the assumption that 1 neutron is emitted per] fission, 
Pose found that, if uranium disintegrated only by fission, its half- 
value life would be 3.1 X 10^^ years. For thorium the correspondmg 
figure was 1.7 X 10^^ years If more than 1 neutron is emitted per 
fission, these numbers would be increased. 

(e) Emission of Neutrons . — It was early found that fast neutrons 
are emitted in the fission process,^ about 2 per fission on the average 
(the incident neutron being assumed to be captured).^ 

Furthermore, some of the emitted neutrons issue only after an 
appreciable lapse of time. These delayed neutrons, emitted with 3^ 
to 1 Mev of kinetic energy, appear to constitute a form of neutron 
radioactivity occurring in some of the fission products. They were 
studied by Snell, Nedzel, and Ibser,'^ who surrounded a cylindrical 
shell containing 106 lb. of UaOs with 2 in. of paraffin and also filled it 
with paraffin, except for an axial hole left for a counter filled with BFa. 
The shell was bombarded with neutrons from a beryllium target 
bombarded by 8-Mev deuterons; after a certain time the bombard- 
ment of the shell was stopped and the decay curve of the neutron 
activity was noted, up to a maximum of 13 min. At least four differ- 
ent neutron activities seemed to be present; their half-life times i, 
and their relative intensities I when excited to saturation by suffi- 
ciently long bombardment, were as follows: 


L 

2 6 sec 

7 sec. 

24 sec. 

[ 67 sec 

I. 

1 2 sec 

1 2 sec 

1 2 sec 

0.135 sec 


iFleeov and Petkzhak, Jour, of Physics USSR, vol 3, p 275 (1940); 
Matobk and Pose, Z&ds. f. Physik, vol. 121, p 286 (1943) ; Pose, Zeits. /, Pkysik, 
vol. 121, p. 293 (1943). 

* See Smythe, H. P., A General Account of the Development of Methods of 
Using Atomic Energy for Mohtary Purposes imder the Auspices of the United 
States Government, 1940-1946,” Princeton University, 1946; Andbeson, Fekmi, 
and Hanstein, Phys. R&o , voh 66, p. 798 (1939). 

« teiiAim and Zira, Phys. M&&., vol. 66, p. 799 (1939). 

^ See Smytoe, he. cM* 
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It was estimated that 1 percent of all the neutrons emitted as a con- 
sequence of fission are delayed by at least 0.01 sec , and 0.0/ peicent 
of them by at least 1 min. 

(/) Chain ReacHons — ^The discovery that fission of a nucleus 
caused by a neutron results in the emission of more than 1 neutron 
opened up at once a startling possibility. If each neutron emitted 
could be made to cause another fission, resulting m the emission of 
more neutrons, a chain reaction would occur; the number of neutrons 
present would increase rapidly and the fission process would go on at 
an increasing pace until the whole of the fissionable material had been 
disintegrated. A tremendous amount of energy might thus be released 
in a small fraction of a second In this way a bit of fissionable mate- 
rial might perhaps be made to act as an immensely powerful explosive; 
or, if the process could be controlled, we might have at last an atomic 
source of power 

Several factors, however, were seen at once to militate against the 
occurrence of a chain reaction. The neutrons may be captured by 
various nuclei without producing a fission; they will be slowed down 
by successive elastic impacts with nuclei, and they will tend to leave 
the scene by diffusing out through the surface of the active material. 
For several years it was not known whether a chain reaction was 
actually possible or not. 

The problem continued to be studied by physicists, however, and, 
as every one knows, from 1942 onward it was attacked on a grand 
scale under the pressure of war urgency and with lavish support by 
the United States Government.^ Qualitatively, the relevant scien- 
tific facts were already known in 1942, but the values of certain con- 
stants, especially capture cross sections, had not yet been measured 
with sufficient accuracy Furthermore, it turned out that all opera- 
tions had to be carried out on a large scale. For, the loss of neutrons 
through the surface of a mass of fissionable material becomes relatively 
less senous as the volume of the mass is increased, since surface 
increases with size less rapidly than does volume. For this reason, a 
block of fissionable material must contain at least a certain minimum 
mass if a chain reaction is to occur in it; and, because of the high 
penetrating power of neutrons, this minimum mass is not small. 
The ultimately successful utilization of chain reactions for the con- 
struction of bombs in 1945 may probably be rated the most stu- 
pendous feat of chemical or physical engineering that has ever been 
accomplished. 

It was early realized that in pure natural uranium a cham reaction 
is not possible. Most of the neutrons will be slowed do#n by elastic 

1 Smtthb, lO € 
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collisions with uranium nuclei before they can produce fission in 
then, as they pass through the resonance region around 25 ev, many 
of them will be captured by without causing fission, and thus only 
a fraction of them will be available to produce fission in To 

overcome these difidculties, it was proposed by Fermi and Szilard to 
arrange the uranium in small masses immersed in a substance com- 
posed of light nuclei that would be especially effective in slowing the 
neutrons down. With this arrangement, most of the neutrons pro- 
duced in a block of uranium would wander out of it into the surround- 
ing or “moderator” substance and would there be slowed down; if 
not captured or lost through the surface of the whole mass, they would 
then eventually find their way back into a block of uranium somc- 
Avhere, with a high probability of causing fission in a nucleus. 
For the moderator, carbon was suggested by Fermi and Szilard because 
its nuclei are light and at the same time have almost no tendency to 
capture neutrons Alternative substances that have been considered 
are beryllium, hydrogen, and especially deuterium. Thorough elimi- 
nation of impurities from both the uranium and the moderator is 
essential in order to minimize loss of neutrons by capture. 

A successful chain-reacting “pile” of this sort w^as first got into 
operation at Chicago in December, 1942. It was made of rods of 
carefully purified uramum fitted into holes in a matiix of graphite, 
which had been purified more thoroughly than had ever been done 
before. In the graphite the neutrons had a mean free path of about 
2 5 cm. and made something like 200 elastic collisions before finding 
their way back into a uranium rod. The pile was also surrounded 
by a thick layer of graphite in order to scatter as many as possible of 
the emerging neutrons back into it, but, even so, in order to keep the 
surface loss of neutrons within allowable limits, the pile had to be 
given a diameter considerably greater than the height of a man. 

The fact that some of the fission neutrons are delayed, m time 
makes it easy to control the operation of a uranium pile. To accom- 
plish this, the pile is made only just large enough to sustain a chain 
reaction; the activity in it then builds up gradually because of the 
delayed neutron emission. The pile is divided by several removable 
screens of cadmium, which absorb the neutrons strongly, A single 
screen suffices to keep the pile inactive; as this last screen is drawn out 
past a cntical point, activity begins, as evidenced by an evolution of 
heat and of neutrons, whose abundance is measured with a counter. 
The activity is unstable; if left to itself, an active pile will eventually 
run away and melt down; but the activity is easily held approximately 
at any desired level by making occasional slight adjustments of the 
cadmium screen 
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A uranium pile of this sort derives its energy from fission of the 
rare isotope and must cease action when all of this isotope has 
been destroyed, leaving only The rate of release of energy m 

a single pile,^ in the form of heat, may run well up toward a million kilo- 
watts If technical diflSculties can be overcome and the heat can be 
used to drive engines, uranium may be used as a nuclear source of 
power. The energy obtained from fission of the 235 isotope in 1 pound 
of natural uranium, if estimated as 200 Mev per fission, would be equal 
to that obtained from nearly 5,000 tons of coal. Whether the cost 
can be brought below that of coal is not yet known (in 1947). 

The development of nuclear power presents a distinctly different 
problem from that of producing a nuclear explosive. For a practical 
explosive, two possibilities have been explored. One method is to 
separate out and utilize the isotope which is fissionable by slow 
neutrons. The other method is to utilize the fact that, when uranium 
is bombarded by neutrons, many of them are captured to form 
which disintegrates quickly, with emission of a negative /5-ray, to 
form Np^®® (Sec. 220) ; the neptunium then emits a second /5-ray rather 
quickly and becomes an isotope of plutonium, Pu^^^ which is only 
feebly a active and is thus for all practical purposes stable. Thus, as a 
pile operates, plutonium accumulates in it, indirectly at the expense 
of both and the plutonium may then be separated out 
chemically. Plutonium, also, is fissionable by slow neutrons. 

A mass of or of plutonium of suflS.cient size, but no heavier 
than a man can lift, is capable of imdergoing a chain reaction, at least 
if suitably combined with a moderator. Such a mass can be used, as is 
now well known, as the active element in a bomb of catastrophic power. 
The mass must either be subdivided by a cadmium screen, which is 
jerked out when the bomb is to be fired, or disposed in two or more 
parts, which are quickly brought into contact at the desired moment. 
The reaction is halted in mid-course by expansion of the reacting mass, 
due to its own release of energy, but even so the energy released is 
equivalent to that released by the detonation of from 10,000 to 20,000 
tons of tnnitrotoluene (TNT) . A further feature is that a blast of visi- 
ble, ultraviolet. X-ray and y-ray radiation is emitted, and also a blast of 
neutrons. Finally, in addition to radioactivity induced by the y-rays 
and the neutrons in surrounding matenal, a large quantity of radio- 
active fission products is projected outward and then either precipitated 
on surrounding objects or carried off by surroimding water or air. 

The fearsome effects of such nuclear bombs (universally miscalled 
‘'atomic^' bombs) are well known. For further details concerning 
their development the reader is referred to Smythe^s report.^ 

^ Smythb, loc, cit. 



CHAPTER XII 


COSMIC RAYS 

The two most active fields of research in physics at the present 
time are nuclear research and the phenomena attending cosmic rays 
Many of the features of cosmic rays lie more properly in the realm of 
meteorology than of physics, but within the last fifteen years some of 
these phenomena have turned out to possess novel physical features 
of supreme interest. Nature has, in fact, provided in the atmosphere 
a gigantic laboratory in which atoms are bombarded, not with pro- 
jectiles of energies limited to a mere 5 or 10 million electron-volts, 
but with rays of various kinds having energies up to many billions of 
volts. In this chapter a short account will be given of the more 
prominent phenomena due to this bombardment.^ 

228. Early Work on Cosmic Rays, (a) Discovery of the Rays . — It 
has been known for nearly 100 years that the air possesses a slight 
electrical conductivity. In 1899-1900 a careful study of the phe- 
nomenon was made by Elster and Geitel*^ and by C. T. R. Wilson.® 
The method used was to mount* an electroscope on an insulating 
support such as amber, inside a closed vessel, and to observe the rate 
at which electrical charge was lost by the electroscope. Wilson took 
the precaution of connecting the other end of the insulating support 
to a source of potential equal to the initial potential of the electroscope, 
so that leakage along the support would tend to maintain the charge; 
thus the observed loss of charge could only be due to its neutralization 
by ions collected out of the air. The conductivity of the air enclosed 
in the electroscope was found to be permanent, in spite of the continual 
removal of ions from it by the electrical field. From this fact it may 
be inferred that the ions are continually being regenerated in the air 
by some agency. 

1 For further information the student may be referred to F Rasetti, ^'Elements 
of Nuclear Physics,^' 1936, and to various articles in Rev, Modem Phys., vols. 
10, 11, 13; also A. H. Compton, Rev. Sc% Instruments^ vol 7, p. 71 (1936), R, A. 
Millikan, “Cosmic Rays,*^ 1939; Pybkosch, Phys. Zeits., vol 45, p, 148 (1944); 
and P. Attgeb, “What Are Cosmic Rays?,'' 1945, “Cosmic Radiation," by W. 
Heisenberg, ed., Dover Publications, New York, 1946 

* EiiSTBB and GnirEn, Phys, ZeUs., vol 1, p 11 (1899); Gbitel, Ph^s. Z&ds,, 
vol. 2, p. 116 (1900). 

* C. T. R. WiiiSON, Cambridge Ph'd, Soc, Proc , vol. 11, p, 32 (1900). 
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For a time, the cause of thjs natural ionization of air was supposed 
to lie in traces of radioactive material residing in the apparatus or 
on its surroundings, or perhaps in the eaith or the atmosphere Othei 
experimenters found that the ionization varied with the material of 
which the electroscope or ionization chamber was constructed, and 
that it could be partially screened off by surrounding the apparatus 
with a heavy layer of water or lead. In the expectation that the 
ionization should be much less at a considerable height above the 
earth, Gockel ascended in a balloon and made observations at various 
heights. He found that the ionization did decrease with increasing 
height, but only slightly.^ In 1911-1914: Hess and Kolhorster extended 
balloon observations* to much higher altitudes and found that above 
a few hundred meters the conductivity begins to increase again. 
Kolhorster showed that the increase was continuous up to 9,000 meters, 
at which height 93 ions per cm.* per sec were produced in the ioniza- 
tion chamber attached to his electroscope, as against 13 at the earth’s 
surface 

To explain the greatly increased ionization at these high altitudes, 
Hess proposed the novel hypothesis that it was caused by a penetrating 
radiation falling upon the earth from the outside. He remarked that 
this radiation could not be coming in large part from the sun, since 
the iomzation was found to be sensibly the same by mght as by day. 
Its penetrating power must be much greater than that of the hardest 
7 -rays known For the very hard y-rays from Th C", the value 
of the mass absorption coefl&cient n/p, or absorption coefficient divided 
by density (Sec. 183), is 0 036 m A1 or 0.041 in Pb, hence perhaps 
0 035 in air. Thus a beam of these y-rays would be reduced to half 
strength in a thickness x of air at standard density given by = 3^, 
where /i/p = 0.035 and p = 0 001293, or in a thickness x = 153 meters. 
In his balloon observations, Kolhorster found that the ionization 
decreased to half value in a descent of roughly 2,200 meters, at an 
average height where the density of the atmosphere is % 2 of its density 
at the surface. At normal density this would mean a decrease to half 
in about 1,000 meters, or 6)^ times the distance required for the y-rays 

The observations of Hess and of Kolhorster may be regarded as 
constituting the discovery of cosmic rays. They became knoi^'n 
in Germany as “Hohenstrahlung” or “Ultrastrahlung”; the name, 
cosmic rays, is due to MiUikan and Cameron (1925). 

^ Gockbl, PAi/s Ze‘tis,’Tol 11, p. 280 (1910); vol 12, p 595 (1911). 

= Hess, Phys. Zeits , voL 12; p 998 (1911); Vol 13, p. 1084 (1912); vol. 14, p 
610 (1913), KomfiBSTBB, D phya. Gea., Verhandtungen, vol. 16, p 1111 (1913), 
vol 16, p 719 (1914) 



Sec 228 ] 


EARLY WORK ON COSMIC RAYS 


661 


(6) First Observations of Cosmic Rays under Water — An important 
step forward was taken by Millikan and Cameron^ when, in 1928, 
improving upon earlier observations by Kolhorster,^ they lowered 
sealed electroscopes to various depths below the surfaces of snow-fed 
mountain lakes, which should be especially free from radioactive 
contamination The type of instrument used is described in the next 
section Even above the water the ionization was observed to be less 
than over the land, presumably because 7-rays from the earth were 
screened off by the water As the electroscope was lowered into the 
lake, the ionization fell off rapidly in the first meter or so; thereafter 
it decreased more slowly with increasing depth, and less rapidly as 
the depth grew greater, in the manner illustrated by Fig 218 below 
The ionization did not vary as a simple exponential function of 
the depth, however, as it would if It were caused by homogeneous 
radiation entering the water vertically from above In part, the 
observed variation could be explained by assuming that the incident 
rays are distributed m direction; for rays entering the water obliquely 
would pass through more water and so would be weakened more in 
descending to a given depth than would rays entering vertically 
Even allowing for this complication, however, the observations indi- 
cated that the rays causing the ionization at great depths were much 
harder {i e , more penetrating) than those that are responsible for 
most of the ionization at small depths 

Observations were made in two lakes in California, Arrowhead 
Lake, at an elevation of 5,100 ft. (latitude 34®»), and Gem Lake at 9,080 
ft (latitude 38°). In Gem Lake, the ionization was still decreasing at 
50 meters below the surface. When the ionization found in the two 
lakes was compared at the same depth below the surface in both lakes, 
it was seen to be less in the lake at the lower elevation. When, how- 
ever, the comparison was made in a different manner, viz , between 
points m the lower lake at a given depth below the surface and points 
m the upper lake so chosen as to be situated farther below the surface, 
the increase in the depth of water in the upper lake being equivalent 
in weight to the column of air between the elevations of the two lakes, 
then the observed values of the ionization were found to be in close 
agreement. Hence, by plotting cosmic-ray intensities, as measured 
by the ionization, against the total depth below the top of the atmos- 
phere, expressed in equivalent meters of water, the observations in the 
two lakes could be represented by a smgle curve. This fact is explained 

1 Miluxan mi Camb»on*, Phys. Bee., vol 28, p 851 (1926); vol 31, p 921 
(1928). 

® KoLBcOasTTO, Pre%m^4 Ahod^f p 866 (192$) i 
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if we assume that (1) equal weights of water and of air absorb the rays 
equally and (2) the initial intensity of the rays as they enter the earth^s 
atmosphere is the same in the two locahties (which were 250 miles 
apart). 

The part of the combined curve lying just above and just below the 
equivalent of sea level, treated as approximately exponential, gives a 
value of 0 25 per meter for the apparent absorption coefficient of the 
cosmic rays in water, or an apparent mass-absorption coefficient 
jLt/p == 2.5 X cm.^ gram“^ In air (p = 0 001293) the apparent 
absorption coefficient p would then be 0.32 per kilometer Such 
numbers do not represent true absorption coefficients, however, for 
two reasons: (1) the rays are undoubtedly not homogeneous, and (2) 
they vary widely in their directions of motion. 

These results reinforced so strongly the evidence from the balloon 
observations that belief in the existence of a penetrating radiation of 
extraterrestrial origin then became general. From this time on the 
number of workers in the field rapidly increased. Until about 1932, 
the main object of investigation was the magnitude of the ionization 
due to cosmic rays as a function of elevation, position on the earth, 
time of day, and so on. During this period the radiation itself was 
generally believed to consist of photons resembling y-rays but of much 
shorter wave length; and speculation was common as to the possible 
place of origin of such photons. Apparently they could not be coming 
from the sun or even from the stars; for the cosmic-ray ionization has 
always been found to be almost, or quite, uninfluenced by changes 
in the position of the sun or of the star masses composing the galaxy 
Yet it has been estimated that the total amount of energy brought 
to the earth by cosmic rays is comparable with that brought in by 
starlight. 1 

229. The Measurement of Cosmic-ray Ionization. — To measure 
the ionization, a string electrometer of very small capacity was usually 
used Millikan and Cameron, in the work discussed in the last sec- 
tion, used an instrument of the Wulf type, the essentials of which are 
shown diagrammatically in Fig. 218.^ The two fibers FF, of platinized 
quartz, hung from an insulating quartz rod, are charged by means 
of the charging wire C and tend to spread apart because of their 
mutual repulsion The spreading is resisted by the downward pull 
of the quartz bow B The positions of the wires are read by means of 
a microscope (not shown) ; the wires are kept in a plane perpendicular 

^ Regener, ZeiU f Phynhy vol 80, p. 066 (1933) 

2 Mii/Likan and Otis, Phys, Rev , voL 27, p 645 (1926) 
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to the axis of the microscope by the attraction of induced charges on 
the metal wires A A. 

Sometimes only one fiber is employed, opposite an earthed plate, 
In any case, the position of the fiber is either observed visually from 
time to time, or it may be projected upon a slowly moving photo- 
graphic film driven by clockwork, so that the instrument is self- 
lecording In the latter case, the fiber may either be illuminated 
intermittently by an attachment connected to the clockwork, or a 
small spot on it may be made to produce a continuous trace on the 
film The clock can also be made to charge the electroscope from time 
to time. Carefully made self-recording apparatus of this kind has 
been mounted on ships by Millikan and sent on long voyages over the 
ocean m order to compare the ionization at different geographical 
locations. The apparatus required no other 
attention than the periodic winding of the clock. 

In any instrument for measuring ionization 
there is a zero effect due to residual radioactive 
contamination of the instrument itself. This 
zero effect has usually been determined either 
by sinking the instrument deep under water or 
by taking it down a coal mine, the residual 
ionization there observed being assumed to be 
due to radiation from the walls of the instru- 
ment In later instruments, the residual effect 
was rendered unimportant by using large 
ionization chambers attached to the electro- 
scope, so as to increase the volume of the 
enclosed gas in comparison with the area of the walls, and also by rais- 
ing the pressure of the gas {e,g , to 30 atmospheres). Often other gases 
than air are used, in which the ionization is greater. Reduction to 
air at standard density is then made by means of comparison tests 
using 7 -rays from radium; it is assumed that the observed ionization 
varies in the same way with the density of the gas whether it is pro- 
duced by cosmic rays or by 7 -rays. In making measurements near the 
surface of the earth, the apparatus is commonly shielded with 5 to 
10 cm. of iron or lead, in order to cut off radioactive rays from the 
surroundings. 

In comparing ionization at different places, the same instrument is 
used at all locations. Thus the comparative results do not depend 
upon the assumption that the ionization per cubic centimeter is the 
same in instruments of different design. 

The absolute magn%Me of the ionization, or the number of ions 
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formed per cm.^ per sec., may be determined by an elementary calcula- 
tion from the known capacity of the electroscope system and the 
observed rate of decrease in its potential. ^Millikan^ obtained m this 
way a sea-level value of 2 5 ions per cm ® per sec., in standard air, 
whereas Clay and Jongen^ found 1.3, and Compton® found 1 2. The 
cause of these discrepancies is not known. On the other hand, data 
on the ratios of the ionization at different places, obtained by different 
observers, agree very well. 

230* The Altitude-depth Curve. — Until about 1930, the primaiy 
subject of investigation in eosmic-ray work was the variation of the 



Fia, 219. — Variation of cosmic-ray lomzation below the surface of Lake Constan(‘e 
(Regener), The ordinate gives the ionization in terms of volts lost per hour by the 
electrometer, the scale for the upper curve being 10 times as great as for the lowei 

ionization as a function of altitude in the atmosphere or of depth under 
absorbing material. A few typical results may be cited. 

(a) ObservaMons under Water . — ^The most precise observations of 
cosmic-ray intensity under water are perhaps those of Regener ^ 
In Fig. 219 is shown his curve for the iomzation at various depths below 
the surface of Lake Constance (altitude, 396 meters above sea level, 

1 Millikan, Phys. Reo , vol. 39, p. ^7 (1931) 

* Clay and Jongbn, Phystca, voL 4^ p. 245 (1937). 

» Compton and Tubnbk, Phys Rev., vol. 62, p. 799 (1937); cf also Compton, 
WoLLAN, and Bennett, Rev. Sai. Instilments, vol. 6, p. 415 (19^) 

‘ Regener, Zeits. f Physth, toI. 74, p, 433 (1932); also Phys. ZMs., vol 
34, p 306 (1933) 
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latitude, 47 5® N ). The upper curve repeats part of the lower one on a 
tenfold greater scale We note that at 200 meters below the surface 
the ionization, reduced to 2 percent of its surface value, is still decreas- 
ing with increasing depth The value labeled Jq m the figure was 
presumed to represent the residual effect in the instrument If Jo 
is subtracted from the ordinates of the curve for the greater depths, 
the result is a fairly good exponential curve corresponding to a value of 
the mass-absorption coefficient (in water) of about fx/p = 0.19 X 10“^ 
This IS almost 200 times smaller than the value of n/p = 0 035 cited 
above, in air, for the hard 7-rays from Th C". Thus the cosmic rays 
that cause ionization in deep water must be something like 100 times 
more penetrating than the hardest 7-rays from radioactive substances. 
At 8 meters below the surface, the apparent value of p/p according to 
Regener^s curve is about 0 76 X 10"“®. At a similar depth (10 meters 
below the surface at sea level) the data of Millikan and Cameron 
give about 0 9 X 10~® 

(b) Cosmic-ray Intensity at Various Altitudes above the Earth , — As a 
typical example illustrating the vanation of the ionization with altitude 
may be cited the results obtained by Millikan, Neher, and Haynes^ 
near Fort Sam Houston in Texas (latitude 39®). Instruments were 
earned up into the stratosphere by sounding balloons, each instrument 
containing a recording electroscope and a recording barometer and 
thermometer, all operated by clockwork. The electroscope was 
recharged every 4 mm. from a charged condenser, which was so 
well constructed that it lost by leakage only 3^ percent of its charge 
per hour The instrument weighed 2.6 lb and was carried aloft by five 
1-meter balloons. As the intended top of the flight was approached, 
the rate of ascent was diminished by the bursting of two or three 
balloons; and after 33^ hr. the instrument, automatically detached 
from the balloons, floated back to earth supported by a parachute. 
The parachute was of silk colored red, so as to attract attention, and 
an envelope offering a reward for the return of the instrument was 
attached. Four out of five instruments were eventually recovered, 
two within 12 hr , one from a distance of 80 miles. 

The averaged results from two of these flights are shown by curve C 
in Fig 224 (Sec. 234). The ordinate represents the number of ions 
per cm.® per sec. that would be produced by the cosmic rays in air at 
standard density, which serves as a measure of their intensity. The 
actual ionization at high altitudes is much less because of the lowered 
density of the air. The abscissa in the figure represents the depth 
below the top of the atmosphere in equivalent meters of water (calcu- 

1 MUiWKAN, Nbb«bi; wd Phys. VoL 50, p. 992 (19S6). 
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lated as pressure in cm, Hg times 10.33/76, sea level being, therefore, 
at 10 33 on the axis of abscissas). The altitude itself can also be 
calculated from the recorded pressure, being about 92,000 ft for the 
last point showm on the curve (p = 1 29 cm Hg, 98 percent of the 
way to the top of the atmosphere) 

The 'pressure should be a more significant quantity than the 
altitude for cosmic-ray work, however, since it gives directly the mass 
of air above the point in question For this reason — to digress 
for a moment — the cosmic-ray ionization at a given point ought to 
vary with the barometric reading; and such is indeed found to be the 
case From a long series of readings at different barometric pressures, 
Compton and Turner deduced^ a decrease at Chicago of 1 6 percent 
for each increase of 1 cm. Hg in the barometric height. One might 
expect to obtain a similar value from the altitude curve Since 1 cm. 
Hg means an increase in the effective depth of the atmosphere equiva- 
lent to 10 33/76 meter of water, the apparent absorption coefficient 
of the atmosphere at the earth’s surface, as inferred above [Sec. 228(6)] 
from the observations of Millikan and Cameron, would lead us to 
expect a decrease per cm. Hg of 0 25 X 10 33/76 = 3.1 percent. This 
agrees only as to order of magnitude with the direct value of 1.6 
percent. 

Curve C in Fig. 224 reveals a maximum ionization of 240 ions per 
cm.^ per sec. (in standard air), as against about 2 at the earth’s surface 
The most interesting feature, however, is the decrease within the upper- 
most 5 percent of the atmosphere. This represents a real decrease 
in the ionizing power of the cosmic rays. Did the instruments, then, 
actually ascend above the source of the rays, which is, after all, in the 
atmosphere itself? A more probable explanation is believed to be 
the following As the cosmic rays, whatever they are, enter the 
atmosphere, they produce secondary rays of some sort; the ionizing 
power of the secondary rays is greater than that of the primary, and 
hence, as the whole set of rays, pnmary and secondary, proceeds 
downward toward the earth, their combined ionizing power increases 
for a time. Eventually, however, the number of secondaries will 
reach an equilibrium value, and thereafter the ionization will decrease 
again, as all rays lose energy in collisions with air molecules or are 
stopped What, then, are these mysterious rays that come out of 
the depths of space? And what is the nature of the secondaries that 
they produce ? Are they photons ? High-speed electrons ? Protons ? 
Or some new kind of particle, hitherto unknown to physics? Partial 


1 Compton and Ttonbe, Phys R&o,, voL 52, p. 799 (1937) 
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answers to these questions have been suggested by further observations 
now to be described. 

231. Discovery of the Latitude Effect — In 1927, the Dutch physi- 
cist Clay made observations of cosmic-ray intensity during a voyage 
between the Netherlands and Java (7° S ) and observed that the 
intensity was distinctly less in equatorial regions than in Europe.^ 
This variation, confirmed by him during later voyages and by other 
observers, is hard to explain on the assumption that the cosmic rays 
are photons; for there is no obvious reason why photons coming out 
of the depths of space should tend to avoid the equatorial regions of 
the earth Just such a variation is to be expected, however, if the 
cosmic rays are high-energy charged 'parUcleSy perhaps electrons For 
a charged particle would be deflected by the magnetic field of the earth; 
if it were approaching the polar regions it would be moving more or 
less parallel to the magnetic lines and would undergo a minimum of 
deflection, but if its line of approach lay near the equatorial plane it 
would be deflected to a maximum extent and might be unable to reach 
the earth at all 

The general theory of the effect of the earth’s magnetic field upon 
the motion of charged particles through it is complicated For 
particles moving m the equatorial plane, however, the theory becomes 
very simple Since the principal features of the motion are well 
illustrated in this special case, the appropriate theory may be developed 
here as an illustration. For this purpose, as is done also in treating 
the more general case, we shall idealize the earth’s field somewhat by 
supposing it to be exactly like the field due to a magnetic dipole of a 
certain strength located at the center of the earth 

232. Motion of a Charged Particle in the Equatorial Plane of a 
Magnetic Dipole. — In the equatorial plane of a dipole, which is a plane 
drawn through the dipole and perpendicular to its magnetic axis, 
the magnetic lines are everywhere perpendicular to the plane, and the 
field strength is 

H — ^ oersteds, 

where M is the magnetic moment of the dipole and r is the distance 
from its center. In this field a moving particle carrying a charge of e 
electromagnetic units, positive or negative, experiences a force 


F ^evH ^ 


evM 


1 Clat, Akad, AwMerdamij Proc , voL 30, p 1116 (1927). 
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which deflects it sideways; to an observer looking in the direction of the 
magnetic lines (or northward at a point on the earth’s equatorial plane) 
the deflection is counterdockmse for a 'positive particle, clockwise for a 
negative one. (C/ Fig. 220, where the plane of the paper represents 
the equatonal plane, the d pole being indicated by M. The curves 
A A, BB illustrate possible paths which might be followed in the 
direction of the airows by positive particles if the magnetic field is 
directed away from the reader, or by negative ones moving in the 
opposite direction, or moving with the arrows provided the field is 
directed toward the reader ) Being perpendicular to the velocity of 
the particle, the force does no work, and hence the kinetic energy of 
the particle and its speed v remain constant 



Kig 220 — Diagram to illustrate the motion of a chai ged pai tide in the equatonal plane 

of a magnetic dipole M 


Let \f/ denote the angle between the radius drawn from the instan- 
taneous position of the particle to the dipole and the tangent to its 
path drawn in the direction of motion (Fig. 220); let this angle be 
measured positively in the usual counterclockwise direction from the 
former line to the latter (hence, negative in Fig 220 at g and h) 
The component of the momentum p of the particle perpendicular to 
the radius is p sin and the moment of momentum of the particle 
about the center Jlf, measured positively clockwise (contrary to the 
usual convention), is rp sin Here at slow speeds we can write 
p = mv, but for energies of cosmic-ray magnitude it is necessary to 
use the relativistic formula. The component of the force F per- 
pendicular to the radius, on the other hand, is 


Fcos\/^ == evHomyl^ =5 


evM , 
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This component of the force is to be positive when it is directed in the 
clockwise direction around AT, and the sign of M is to be cho.sen to 
correspond to the othei conventions (hence positive in Fig 220 if the 
magnetic field is assumed to be directed away from the reader) 
Hence, by the usual principle connecting moment of momentum and 
moment of force, 


But 


= rFao&yf/ = cos^. 


dt 


— V cos \l/. 


(330) 


Hence, by substituting in the pieceding equation, 


d , eMdr 

and, upon integrating, we have for the moment of momentum, 

rpsm^ = — h pb, 


(331) 


where we have written pb arbitrarily for the constant of integration. 
Thus we can write 


sin^ = 




(332a, 6) 


The reason for the choice of notation will appear presently 

Equation (332a) fixes the slope of the trajectory at every point in 
terms of r Hence, in general, if one position of the particle is known, 
the trajectory can be traced If we introduce a new variable, p = r/ro, 
and a new constant, = 6/ro, Eq (332a) becomes sini/^ = + /?P"^. 

It is thus made evident that a single set of curves for various values of 
p will serve to represent, in terms of ro as the unit of distance, the 
trajectories for particles of all masses and energies. 

Ambiguity arises, however in tracing a trajectory past a point 
where sin ^ — ± 1, because there sin ^ ceases to vary with and 
hence ^ is not given with sufficient completeness by Eq. (332o). In 
geometrical terms, it is evident from (332a) that, from any point where 
— ± 1, either the trajectory may be continued with sin ^ return- 
ing toward zero, or, alternatively, the trajectory may be continued 
along a circle about If, with fixed r and with sin ^ fixed at one of the 
two values, sin ^ — ± 1. Thus through certain points two curves pass 
which are both solutions of Eq, (332a) for the same values of n and 
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b To ascertain how a moving particle goes past such a point, we may 
employ the time rate of change of ^ as obtained by differentiating Eq 
(332a): 


cos^ 


dt 



+ 


whence, by (330), 



(333) 


The algebra does not actually give us this equation at an instant when 
eos ^ == 0, but the equation holds both before and after such an instant, 
and all quantities involved in it are continuous functions of the time, 
hence it holds also when cos ^ = 0. Thus the equation may be used 
to discover how \j/ vanes with the time as the particle passes a point 
where sin \p = ±1. 

The circular paths or orbits, with center at M, represent singular 
solutions of the equations, which are possible when a certain relation 
exists between the constants ro and b. On a circular orbit rj/ = —Tr/2, 
sin ^ = —1, as at in Fig 219, and d^p/dt = Oj by (332a) and (333), 
these conditions are satisfied if 


or if 





r® r** 

= ro, 

6 = — 2ro 


(334a, 6) 


(If yp = x/2, r is imaginary.) The existence of circular orbits can also 
be deduced by elementary methods. 

In the applications we shall be concerned with a set of orbits char- 
acterized by various values of b and a fixed value of ro, which is defined 
physically by (3336). For such a set of orbits, the circular one, occur- 
ring when 6 = —2roj may be called the critical circle. Its radius ro 
diminishes with increasing momentum or energy of the particle 

For the application to cosmic-ray particles, furthermore, we are 
interested principally in orbits that extend to infinity A particle at 
infinity will be approaching along a certain straight line (such as aa 
in Fig 220) ; and the distance of this line from M, multiplied by p, 
will represent the initial moment of momentum of the particle about 
M If, however, we make r — cxd in Eq. (331), we find for this initial 
moment of momentum the value p6. Hence, the constant 6 represents 
the distance of the line of approach at infinity from the location of the 
dipole at M. 
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The possible orbits now fall into two distinct classes according as 
h ^ "-2ro 

1 b > “-2ro. — The properties of the orbits for h > — 2ro differ 
according as b > 0 or b < 0 Starting r — oo , ^ = 0 initially If 
b > 0, Eq (332a) shows that sin ^ increases as r decreases; con- 
tinually increases, in fact, up to the value, yp = t/2, at w’hich point 
the path is peipendicular to the radius (eg., at j in Fig 220) The 
corresponding value of r, symbol ri, represents the distance of closest 
approach to the dipole, along this particular path, or the distance to 
the “pengee^^ of the orbit; its value may be found by putting r == ri 
and smyp = I m Eq. (332a) * 

+ •• '•i = kb + Vh^ + irf) (335a, 6) 

Ti Tl £i 

(We reject the other root because it is negative.) At this point 
Ap/di > 0, as is evident from 
(333) and (335a); hence the or- 
bit swings outward again and 
recedes back to infinity; in fact, 
it is symmetrical about the peri- 
gee. (C/. orbit F in Fig. 221, 
where, as also in Fig. 220, the 
orbits are only very roughly cor- 
rect ) Since, from (335b), for 
b > 0, ri > ro, none of these or- 
bits for b > 0 penetrates the 
critical circle. The orbits for 
b = 0 just touch it, with ri = ro 
(eg , E in Fig. 221). 

If — 2ro < b < 0, on the other 
hand, the term b/r in Eq. (332a) 

predominates at first over the Fiq. 221 .— a few orbits (only roughly 

term rl/r^ and sin ^ < 0. Hence correct) for a charged particle m the equa- 

^ tonal plane of a magnetic dipole M 

yp decreases at first (cf orbits (7, 

D in Fig. 221), reaching a minimum value when = 0 or, by 

(333), 




and, from (332a) 


2rl 
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Since we are at present assuming that h > —2^0, so that |61 < 2u, 
this last equation for sm defines a real negative angle Thereaftei 
^ increases again, and the orbit, after crossing the critical circle, passes 
perigee at r = ri as given by Eq. (3356) and then returns to infinity 
If h is close to -“2ro, however, the minimum of ^ is close to — 7r/2, and 
at this point r is close to ro, and also dr/dt, which equals --v cos ypj is 
numerically much smaller than ; hence the particle may revolve several 
or many times about the critical circle before plunging inward and 
reversing its direction of revolution 

2, b < -2ro, |6l > 2ro —In this case r and both decrease until yp 
becomes -Tr/2, at which point, by (332a), r = rz, where 

_ 1 = !| + C r, = k-b + VP-Tr?). 

ri ^ 


Since —b> 2ro, r, > ro Hence in (333), at r = r,, 


— “ < 2ra, b < -2ro, 
ri 


" hi 



< 0 


Thus continues to decrease. The orbit is, in fact, symmetrical about 
r = r2 as perigee. Since r, > u, all orbits coming from infinity foi 
b < — 2ro, like those for b > 0, lie entirely outside the critical ciicle 
(e g , orbits A, B in Fig 221). For these same values of b it can be 
shown that there exists another set of orbits which lie entirely inside 
the circle and are periodic; but with these we are not concerned. 

For the applications to cosmic-ray particles, the feature of greatest 
interest about the orbits just described is the least distance from the 
center, rmm, to which the particle can approach for a given value of ro 
but for any value whatever of b. This will be the smallest possible 
value of ri for b > —2ro From (335h), we find that 


dri 

db 



^ 

+ 4rg/ 


> 0 


(336) 


for any value of b, since bj^b^ 4- 4rg > — 1 even if 6 < 0. Hence 
the smallest value of ri occurs for the smallest admissible value of b, 
and, putting b = — 2ro in (335b), we find 


= (v^ - l)ro = 0.414ro. (337) 

The actual orbit for b = — 2ro, to be sure, does not come so close as this 
to the dipole; it is a spiral wrapping endlessly about the critical circle 
and approaching it asjrmptoticaUy from the outside. But, for 
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h > — 2ro, orbits can be found whose perigee distance lies as close as 
desired to as defined by Eq (337) 

A second point of physical interest is that, as stated above, all 
orbits for — 2rQ < & < 0 cross the critical circle, orbits of this type can 
be found, in fact, crossing at all possible angles For, by (335&), 
7i - ro at 6 = 0, and hence, in view of (336), ri < ro for any fe < 0. 
The value of \l/ as the orbit crosses, symbol is found by putting 
r = ro m (332a) 

Sin po — 1 d” — 
ro 

As b ranges from 0 to — 2ro, obviously ranges from x/2 to --x/2. 
At the same time, ri ranges from ro down to r^m or (\/2 — l)ro. 

233. Motion of Charged Particles in the Magnetic Field of the 
Earth. — With the mathematical results of the last section before us, we 
are prepared to discuss the conditions under which charged particles 
approaching the earth in its geomagnetic^ equatorial plane will reach 
its surface. The results of the general theory will then be stated 
for any direction of approach, without proof In all cases the earth’s 
field will be imagined replaced by the most nearly equivalent dipole 
field 

(a) Particles Approaching in the Geomagnetic Equatorial Plane — If 
the particles are moving too slowly, they cannot reach the surface of 
the earth at all. This happens when the momentum p of the particles 
is so small that as given by (337) and (332i>), is greater than the 
radius a of the earth The value of rmm becomes just equal to the 
radius of the earth when the momentum p increases to such a value pi 
that 


{V2 - l)ro = (v^ - 1) 

(338) 

Pi = (\/2 - 

(339) 


Here M is the earth’s djpole moment and e is the charge on the particle, 
both in electromagnetic units; pi, e, and M may be assured to stand 
for numerical values. 

As p increases above pi, ro and rmw decrease further and particles 
begin to strike the surface at small glancing angles. They will come 
from the west if they are positively charged, from the east if negatively 
charged (positive ones moving counterclockwise in Figs 219 and 220, 
if the geographic north pole is below the plane of the paper). When p 

1 The geomagnetic equatorial plane of the earth is a plane perpendicular to the 
axis of that dipole which, placed at its center, best reproduces ite magnetic field. 
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has increased to the value 


P2 = 


eM 


(340) 


/ 0 has shrunk to the value vq — a, as is evident from Eq. (3326) All 
orbits crossing the critical circle are now intercepted by the earth ; since 
we saw the above that orbits cross this circle at all angles, the particles 
may now strike the earth at all angles above the horizon The same 
remains true at all higher values of the momentum. Thus there are 
two critical values of the momentum p; if p < pi, no particles reach 
the earth; if p > p 2 , they may strike it at any angle 

If we wish to speak in terms of the velocity v of the particle m place 
of its momentum 39 , we may calculate v from the relativistic formula, 
Eq, (60) in Sec 63, 

__ mv 

V - (1 - 

m being the rest mass. 

The velocity of cosmic-ray particles is nearly that of light, however, 
and hence varies little It is more useful to introduce the kinetic 
energy E, According to Eq. (296) in Sec 184 

At small energies, t.e , if p <$C me, this reduces to E = p^/2m = mv^/2 
It mCj or E » mc^, the approximation 

E = pc — mc^ (342) 

is useful.^ The kinetic energies j^io and E 20 that correspond to the 
critical momenta pi and p 2 can be found by substituting for p in Eq 
(341) the values of pi and p 2 as given by Eqs (339) and (340), viz : 

For Eio, V = (V^ - 1)* for E^, P = ^ 

(Jf d 

If E < Eioj no particles can reach the earth; if E > E 20 , they can fall 
upon it at any angle to its surface 

It we insert in these formulas, for the earth, ^ 

M = 8.04 X 10^^ e.m u , a = 6,370 km., 


^ Equation (342) is obtained by expanding thus: 

fi - X /i A- ^ 

V ^ m^cV me V p" / “ me 2p 

2 “Smithsonian Physical Tables/' 1934, 



Sec 233] 


MOTION OF CHARGED PARTICLES 


675 


and also c - 2.998 X e = 4.803 X 10-172.998 X lO^® e.mu , 
m == 0 9107 X 10“^^ gram for electrons or m = 1.0076/(6 023 X lO^^) 
grams for protons, we obtain. 

For electrons, Eiq - 10 2 X 10^ ev, E 20 = 59.4 X 10^ ey. 

For protons, JE'io = 9 3 X 10® ev; Eio = 58 5 X 10® ev. 

These are enormous energies; and it is notable that at such high 
energies the difference in mass between proton and electron makes very 
little difference in the deflection of the particles by a magnetic field. 

(6) ParUdes Approaching from any Direction . — For the theory of 
the general motion of electrons in the earth’s field, there are available 
the studies made long ago by Stormer,^ who ascribed the aurora to 
excitation of the earth’s atmosphere by electrons coming from the sun 
The application of the theory to cosmic rays was discussed by Epstein,^ 
who pointed out that the variation of inertial mass with velocity does 
not cause complications, and this application was developed in detail 
by Lemaitre and Vallarta® and others.'^ The results of the rather 
complicated analysis can easily be summarized. 

It will be assumed in the remainder of this section that the cosmic- 
ray particles of a given energy approach the earth equally in all 
directions. Then, as Lemaitre and Vallarta point out, they remain 
equally distributed in direction in spite of their deflection by the 
magnetic field 

If the earth’s field is that of a magnetic dipole, there exists a family 
of periodic orbits in which electrons might be trapped permanently; 
one of these periodic orbits is the critical circle in the equatorial plane 
as descnbed above. Most ot the orbits, however, extend to infinity.^ 
Critical energies Ei and E 2 occur in aU cases, corresponding to those 
described above, but these energies decrease with increasing geo- 
magnetic latitude® X on the earth. At the poles, Ei — E 2 = 0 That 

1 Cf, St6rmer, Terr Mag., vol 22, pp. 23, 97 (1917), vol 35, p 193 (1930), also 
Nat Acad Set, Proc., vol 17, p 62 (1931), where references to the original publica- 
tions are given. 

2 Epstein, Nat Acad. Sci, Proc > vol 16, p 658 (1930) , vol 17, p. 160 (1931) 

® Lemaitre and Vallarta, Phys. Rev , vol 43, p 87 (1933), vol. 47, p. 434 
(1935); vol. 49, p. 719 (1936); vol. 50, p 493 (1936) 

* For references see Johnson, Rev. Modem Phystes, vol 10, p 193 (1938). 

® Some mteresting figures and photographs of electron paths are given by 
Brfiohe, Zetts f Physik, vol. 31, p. 1011 (1930). 

® Geomagnetic latitude is measured from a plane perpendicular to the axis of 
that magnetic dipole, situated at the center of the earth, whose magnetic field most 
nearly approximates that of the earth, A better approximation can be obtained 
by displacing the dipole some 200 miles toward the western equatorial Pacific 
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El = 0 IS evident without calculation; for particles of any energy can 
easily reach the poles, if the field is exactly that of a dipole they have 
only to follow the axial line of force, thus undergoing no deflection 
At points on the equator (X == 0), the values of Ei and E 2 are a maxi- 
mum and are equal to Eio and E 20 as given above. 

At a given point on the earth^s surface, in geomagnetic latitude X, 
particles with energy less than the value of Ex proper to that latitude 
cannot arrive at all As the energy is raised above Ei, particles 
begin to arrive at the top of the atmosphere within a certain cone of 
directions near the horizon; this cone opens from the west if the 
particles carry a positive charge, from the east if they are negative 
As the energy rises, the cone enlarges. It consists of a pnncipal part 
and a number of narrow bands; within it the rays arrive with the 
full intensity with which they approach from the depths of space 
When the energy reaches the second critical value, E 2 , the cone fills 
the whole sky; particles now arnve with equal intensity from all 
directions, and with the same intensity as they would if the magnetic 
field were absent No further change in the arriving particles then 
occurs with further increase in the energy. 

Or, viewing the distribution of the particles over the earth, we may 
summarize as follows. Charged particles with energy less than a 
lower limit Eio cannot reach the earth’s surface on the geomagnetic 
equator, although they may reach it elsewhere; Eio == 10 2 X 10® ev 
(electron-volts) for electrons, 9 3 X 10® ev for protons. Particles 
with energy exceeding a second critical value E 20 arrive at all parts 
of the earth’s surface from all directions and hence with full inten- 
sity, just as if the magnetic field were absent; E 20 == 59.4 X 10® ev for 
electrons, 58 5 X 10® ev for protons. As we move north or south 
from the equator, the minimum energy for arrival, Ei, and the mini- 
mum energy for full intensity, E 2 , both decrease; between latitudes 30 
and 50®, E 2 decreases especially rapidly, until at magnetic latitudes 
above 60® even electrons or protons of 2 bilhon electron-volts will 
arrive from all directions without diminution by the magnetic field 

Further details concerning the intensity of the arriving particles 
are furnished by Fig. 222, copied from one of the papers by Lemaitre 
and Vallarta The abscissa X represents the geomagnetic latitude, 
measured from the geomagnetic equator. The ordinate represents 

Ocean. The actual observed magnetic poles, where the earth’s field at its surface 
18 vertical, differ considerably in position from the locations of the geomagnetic 
poles, or those points at which the geomagnetic latitude is 90°; e,g , the observed 
north magnetic pole is located at 70° N., 90® W., whereas the geomagnettc north 
pole is at 78° N , 69° W. 
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the total intensity of the arriving cosmic-ray stream, expressed as 
percent of the maximum possible intensity; it also represents the 
fraction of the sky from which the rays come, the number per unit 
solid angle from this part of the sky being the same as it is outside 
of the earth’s held. The curves drawm in the figure refer to particles 
having given values of p = a/ro, as indicated near the center of each 
curve [a = radius of the earth, ro == radius of the critical circle, defined 
by Eq (3326)]; the corresponding energies in terms of billions of 
electron-volts are given on each curve for two kinds of particles, those 
for electrons preceded by the letter e and those for protons by p 


eS96 



Fig 222 — Dependence of cosmic-ray intensity on magnetic latitude. (For explanation 

see text ) 

In using such curves in the interpretation of the observed ionization 
due to cosmic rays, however, it must be remembered that rays entering 
the earth^s atmosphere obliquely have farther to go through it before 
reaching a given altitude above the earth, and thus will be weakened 
by absorption much more than are rays that enter vertically. The 
centers of the curves in Fig. 222, at / ~ 60 percent, should give a fair 
idea of the latitude at which particles of given energy produce half 
of their maximum possible effect; but the increase of the effect due to 
such particles with increase in the latitude wiU probably occur mostly 
between the latitudes corresponding to J = 25 and J = 75 percent. 

In these calculations an^r possible deflection of arriving particles 
due to interference by the earth's atmosphere has, ^of course, been 
ignored. The theoretical results on the motion of charged particles 
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in the magnetic field of the earth may now be compared with the 
distribution of cosmic rays over the earth as observed. 

234. The Variation of Cosmic-ray Intensity with Latitude. ^In 
1930, A. H. Compton, Bennett, and Stearns organized an e.xtensive 
survey of cosmic-ray intensity at various locations on the earth 
Observations were made at 69 stations by a number of cooperating 
observers, all using similar instiuments calibrated on the spot by 
means of the ionization produced by a standard radium capsule. 
These observations confirmed the existence of the equatorial drop in 
intensity, as reported by Clay. 

Compton pointed out, however, that his results correlated much 
better with geomagnetic latitude than with geographic latitude, and 
this has been confirmed by' later work, especially by the extensive 
sea-level observations of Millikan and Neher. The latter observers, 
and Clay independently, discovered in 1934 that even the slight 
variation in the strength of the earth’s magnetic field along the equator 
is reflected in the cosmic-ray intensity, which is some 4 percent lower 
in the East Indies and the Indian Ocean, where the magnetic field is 
strongest, than it is on the opposite side of the earth, in equatorial 
South America, near which the field is weakest. 

All observations indicate, on the other hand, that the cosmic-ray 
intensity does not vary much from one location to another above geo- 
magnetic latitude 40°, N or S , which means in the United States 
above, roughly, 30° in geographic latitude. From a geomagnetic 
latitude of 40° N. or 40° S. to the equator, the drop in intensity 
amounts to about 10 percent on the average, rising to 12 percent in 
eastern Asia and sinking to 8 percent in the longitude of equatorial 
South America The drop in intensity begins rather suddenly as 
the limiting latitude is passed. 

The most accurate study of the equatorial drop is probably that 
made by Compton and Turner. They mounted a recording electro- 
scope on a steamship of the Canadian Australasian Steamship Com- 
pany plying regularly between Vancouver and Auckland (New 
Zealand) and Sydney (Australia), the route crossing the geomagnetic 
equator almost where the latter crosses the geographic equator. The 
observations were extended over 10 months. 

A decided seasonal effect was noted in these observations, especially 
at the extreme north and south ends of the range, where the cosmic- 

iCf. Compton, Phya Reo , vol 43, p. 387 (1933); Millikan and Neher, Phya. 
Reo., vol. 47, p. 205 (1935), vol 50, p 15 (1936) ; Compton and Tornbr, Phya. Rev , 
vol. 52, p. 799 (1937). Other references are gimi by Johnson, ifea. Modem 
Phya., vol. 10, p. 193 (1938). 
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ray intensity during the warm months averaged less than during the 
cold months In Fig 223 are shown the curves obtained Compton 
and Turner for the four seasons, ordinates representing average cosmic- 
lay intensity and abscissas the geomagnetic latitude The seasonal 
variation, which has also been recorded by others, is believed to be 
correlated with atmospheric temperature; such an interpretation is 
supported by observations in Europe showing a variation of the same 
order of magnitude with temperature at a given station (Tempera- 
ture effects on the apparatus itself were shown not to occur ) From 



The value called “100 percent” is chosen arbitrarily (and differently for the curves 
NN, SS) (See text ) 

their data, Compton and Turner inferred a decrease of about 0.18 
percent per degree centigrade of rise of temperatmre. 

The temperature effect was believed by Compton and Turner to 
account for perhaps 3 percent of the observed decrease of 10 percent 
from high latitudes to the equator. Correcting for it, they found as 
the true geomagnetic effect the curve labeled NS in Fig. 223, repre- 
senting ionization corrected to a temperature of 21°C. In drawing 
this curve, the southern half SS has been folded back over the northern 
Tialf NNN in order to show how nearly they agree. 

The close correspondence thus revealed between variations in 
cosmic-ray mtensity and the features of the magnetic field at the 
surface of the earth constitutes convincing evidence that at least 
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part of the primary cosmic rays must consist, not of photons, but of 
charged particles of some sort. The effect of the magnetic field upon 
the particles must be produced before they enter the earth’s atmos- 
phere; for the atmosphere is so thin relative to the earth’s dimensions 
that any effect produced vuthin it could have httle influence on the 
large-scale distribution of cosmic-ray intensity over the earth If 
all of the pnmary cosmic rays are charged particles, however, those 
which cause the ionization near the equator must have energies exceed- 
ing about 35 billion electron-volts (or p = 0 75), for otherwise, as is 
evident from Fig. 222, the latitude effect would be larger than it 
actually is. An alternative possibihty, of course, would be that several 
different kinds of cosmic rays are striking the earth, the equatorial 
effect being due to an agency (photons?) which, for some reason or 
other, is little affected by the earth’s field, whereas the latitude- 
sensitive part of the cosmic-ray ionization is due to charged particles 
of much lower energy. 

From the curves of Fig. 222 it appears that particles of about 
p = 0.37, or electrons of 8 billion or protons of 7 billion electron-volt 
energy, would show little increase in their effect above latitude 40° 
They should also be ineffective below 25°, however, so that the furthei 
drop in the ionization from that point to the equator must be due to the 
presence of particles of still higher energy. Thus we may conclude 
that the primary cosmic rays, whatever their nature otherwise, must 
include cWged particles of energies ranging broadly upward from 7 or 
8 billion electron-volts. 

At higher aUiticdes than sea level, the latitude effect is observed to 
be much greater. As an illustration, altitude curves obtained m 
different latitudes by Bowen, Millikan, and Neher, with the use of 
soundmg balloons, are shown in Fig. 224 The abscissa represents 
depth below the atmosphere in meters of water (1 atmosphere = 10.3 
meters). We note that the maximum ionization decreases by 73 
percent in going from high latitudes to the equator (as against a 
decrease of 8 to 12 percent at sea level). The decrease is about one 
half if the comparison is made at altitudes a third of the way down from 
the top of the atmosphere. The critical geomagnetic latitude, above 
which variation with latitude ceases, seems to be 50 to 55° in the upper 
half of the atmosphere, as against 40° at sea levd. 

The higher value of the critical latitude at higher altitudes indi- 
cates the presence at such altitudes of particles that can reach the earth 
at higher latitudes and hence have less energy than those that are 
responsible for the sea^level effect. , Ijlot much energy can be coming 
in carried by partides of less than -2 hiUion ev (p = 0.2 i in Fig. 222), 
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however, othenvise the critical latitude would be higher still The 
primary cosmic-iay spectrum must, therefore, have an effective 
lower liimt m energy at about 2 X 10’ electron-volts. 

A quantitative analysis made by Johnson^ points toward a bioad 
energy distribution of the incident particles vdth a m a xim iiTri around 
10 billion volts and reaching well up toward 50 billion The number 



Fia 224 — Cosmio-ray lomzation as a function of altitude in four different latitudes 
{Bowen ^ M‘QX%han^ and Neher ) 

of particles, however, measured per unit of the energy axis, increases 
continuously with decreasing energy. The curve of total incoming 
energy falls off below 10 billion volts only because of the smaller energy 
carried per particle. Such calculations, however, must be regarded 
as tentative. 

236. Observations on Single Ck>smic-ray Particles. — The inves- 
tigations described in preceding sections had to do with the average 
ionization produced by cosmic rays. Methods have also been invented 

^ Johktson*, Rev. Mod&m vol 10, p, 193 (193$), especially p 236. 
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for the observation of single particles, and such observations might be 
expected to furnish direct evidence concerning the nature of the 
rays. Even if some of the primary rays are high-energy photons, 
the ionization resulting from them will nearly all be produced by 
Compton electrons that have been ejected by the photons from the 
walls of the apparatus or from molecules of the air, and it should be 
possible to observe these secondary electrons. 

Cloud^hamber observations of cosmic-ray particles were first made, 
accidentally, by Skobelzyn in 1927.^ (For a description of cloud 
chambers see Sec. 203 ) While studying the secondary i^-rays pro- 
duced by 7 -rays from radioactive material, he noticed occasional 
tracks which were hardly curved at all in his magnetic field of 1,500 
gauss. The ionization along these tracks was about as dense as along 
the tracks of the i3-rays; therefore, he concluded that they also weie 
made by electrons From the smallness of the curvature of the tracks 
he calculated that the energy of the particles must be above 15 XlO® 
ev, which exceeds any energies encountered in radioactivity. In 
direction the tracks were strongly concentrated toward the vertical. 
Skobelzyn concluded, therefore, that these tracks were those of the 
particles that are responsible for the ionization ascribed to cosmic rays. 

From the frequency of the occurrence of such tracks in his appara- 
tus, Skobelzyn estimated that about 1 2 per minute crossed each square 
centimeter of a horizontal plane. Assuming a specific ionization of 
40 ion pairs per cm. of track, he concluded that the particles would 
cause a total ionization of 1 2 X =08 pairs of ions per second 
in each cubic centimeter of air. This is of the same order of magnitude 
as the observed cosmic-ray ionization, 1 5 to 2 ion pairs per cm ^ per 
sec. A better modern estimate would be an average of perhaps 70 ion 
pairs per cm. of track [Sec. 236(5)] and 1 7 particles per cm.^ per 
minute; these data give about 2 ion pairs per cm.® per sec. 

Counter observations constitute a second method for the detection of 
individual charged particles and have been widely adopted in the 
study of cosmic rays. Whenever a counter is used for any purpose, a 
slow background rate of counting is always evident. Part of this is 
doubtless due to radioactive contamination in the walls of the counter, 
for the background count varies with the material of the wall; but part 
of it is undoubtedly caused by cosmic-ray particles 

In order to eliminate effects due to rays from the walls of the 
counters, which are not very penetrating, Bothe and Kolhorster 
introduced the device of using two counters and recording only instances 

1 Skobemiyn^ Zetts,f Physikj vol 43, p 354 (1927); vol 54, p 686 (1929) 
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m which both counters discharged at the same moment, which they 
called coincidences ^ In then work the counter discharges were 
recorded on a moving photographic film running 1 cm. per sec , and a 
coincidence was considered to have occurred when two counts were 
lecorded within 0 01 sec of each other. It will occasionally happen, 
to be sure, that a coincidence occurs owing to the independent passage 
of two particles, one through each counter, but the number of such 
chance occurrences to be expected in a given time can be calculated 
from the total counting rates of the individual counters. The number 
of chance coincidences so determined was subtracted from the observed 
number as a correction 

The arrangement just described was used by Bothe and Kol- 
horster in an attempt to measure directly the absorbability of the 
cosmic-ray particles Their apparatus 
is sketched in Fig. 225. The circles C 
represent in cross section two tubular 
counter chambers 5 cm in diameter 
and 10 cm long Between these could 
be placed at will a (borrowed) block of 
gold 4 1 cm. thick to act as an absorber. 

The whole was surrounded by iron 5 
cm. thick and also by lead 6 cm. thick, 
in order to screen off all local radiations 
and thereby permit only the highly 
penetrating cosmic-ray particles to ac- 
tivate the counters Two blocks Pb, 

Pb of lead were placed close alongside 
the counters in an effort to stop particles that might pass through 
the upper one obliquely and then be scattered into the lower 

When observations were made with this apparatus near the roof 
of the building, about 3 coincidences per minute were observed, and 
this number decreased by 25 percent when the gold absorber was put 
in place From this result, Bothe and Kolhorster deduced the value, 
fx/p = 3 5 X 10“® cm ^ gram~S for mass absorption of the cosmic- 
ray particles A similar experiment performed later by Rossi, ^ in 
which the cosmic rays were filtered through a layer of lead 5 cm. thick 
placed above the counters, gave p/p — 1.6 X 10”^ in a lead absorber 
9 7 cm. thick. For comparison, we may cite the value deduced from 
Millikan and Cameron's curve for the (apparent) mass absorption 
coeflScient of the cosmic rays in air at sea level, fx/p = 2 5 X 10'*^. 

1 Bothe and Kolh5rsteii, Zeits, f, Phystkj vol. 56, p. 751 (1929), 

* Rossi, Zeits. f. Phystkj vol. 68, p. 64 (1931). 



Fig 225 — Apparatus of Bothe 
and Kolhoister for measuring the 
absorption of cosmio-ray particles 
in gold 
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This is of the same order of magnitude as that found for the particles in 
the counter observations The value deduced from the depth curve 
should be higher, as it actually is, partly because few of the rays were 
filtered out in making the measurements of the ionization, and partly 
because many of them would be traveling obliquely and so should 
decrease relatively more rapidly as the thickness of the absorbing layer 
of atmosphere is increased. 

The counter method was improved later by Rossi in two respects 
First, he replaced the photographic film by an electromechanical 
device for recording the discharges of the counters.^ This was accom- 
plished by connecting each counter to the grid of a three-electrode 
tube in such a way that the discharge of a counter momentarily 
lowers the potential of the grid and stops the current flowing through 
it. The tubes are connected in parallel and function as comparatively 
low resistances in a circuit that contams also a detector tube. When 
passage of electricity through the counter tubes is completely stopped 
by their functioning simultaneously, the grid of the detector tube 
rises momentarily in potential and so causes a pulse of current in its 
anode circuit, which causes in turn an audible click in a telephone, 
or may be made to actuate a mechanical counter of some sort Such a 
counter circuit can be used to record coincidences between any number 
of counters 

The second improvement introduced by Rossi was the use of three 
counters in a row,^ an observation being recorded only when all three 
counters respond simultaneously (or at least within a certain very 
small fraction of a second of each other). In this way coincidences 
due to secondary electrons ejected from the surroundings are effec- 
tively eliminated When a primary particle passes through the first 
counter, only a secondary produced by it in the walls of this counter 
itself could pass through the other two counters; but the counter walls 
are very thin, and hence such secondaries should be very few in num- 
ber. Equally rare should be the occasions when two secondaries are 
produced m the surroundings by the same primary particle and one of 
them passes through each of the other two counters. Two secondaries 
produced by a high-speed photon will also seldom cause a coincidence . 
A single secondary passing through the entire row of counters, however, 
could not be distinguished from a primary particle. Thus the arrange- 
ment selects charged particles moving withm a narrow solid angle 


1 Rossi, Nature, vol 125, p 636 (1930). A good circuit for use with a single 
counter is descnbed by Neher and Harper, Phya Rev., vol 49, p. 940 (1936), 

2 Rossi, Zeits. f Phynk, voL 82, p. 151 (1933). (7/. also.TuvE, jP%$. Rm,, 

vol 36, p 651 (1930). 
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of directions Such an arrangement of counters is sometimes called 
a counter telescope 

Rossi also avoided screening the apparatus closely with lead all 
lound, because, as his investigations showed, secondary particles are 
produced in such screens in large numbers and may seriously falsify 
the results 

Using three counters (Fig. 226) in a vertical line, Rossi^ studied 
the absorption in lead of cosmic-ray particles which had already been 
filtered through 7 cm. of lead (placed above the counters). Moving 
one counter out of line was found to reduce the frequency of coinci- 
dences to that which was to be expected as a result of chance (1 in 26 



Fig 226. — a 
“ counter telescope ” 
used by Rossi in 
studying the ab- 
sorbability of cos- 
mic-ray particles 



Fig 227 — A counter-controlled cloud 
chamber, with stereoscopic cameras C<7. An 
electric field is momentarily applied between 
the ring R and the piston to sweep the space 
clear of ions [After Stearns and Froman, Am 
Phys Teacher^ vol 7, p. 79 (1939) ] 


hr as against 1 to 2 per hour with the counters in line). He found 
that 46 ± 5 percent of the coincidences remained when 101 cm. of 
lead were placed between the counters, concluding that nearly half of 
the particles can penetrate such a thickness of lead If we assume for 
purposes of calculation that the absorption is exponential through each 
successive layer of lead, the following values are found for the mean 
massabsorptioncoefficient:inthefixstlOcm. of lead, m/p = 1 8 X 10"^* 
(total absorption, 19 percent); in the next 15 cm , m/p == 0.6 X 10“^ 
and in the last 76 cm., m/p = 0-55 X 10^®. 

These figures show unmistakably that the cosmic rays include 
charged particles of enormous penetratmg power. 

In another investigation, the two methods of observing cosmic- 
1 mk 
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ray particles that have been described were brought into relation with 
each other in 1931 by Mott-Smith and Locher, who placed a cloud 
chamber between two counteis and noted that tracks in the cloud 
chamber and coincident responses of the counters occurred together. 
This indicated that the two effects must be due to the same type of 
charged particle In 1932, Blackett and Occhialmi introduced the 
system, now generally employed, of allowing the comcident discharge 
of the counters to release the expansion of the cloud chamber Such an 
arrangement is sketched m Fig 227. The counters can be connected 
so that a particle passing through any chosen combmation of them will 
release the mechamsm that withdraws the piston and operates the 
cameras In this way, much useless photographing is avoided (other- 
wise, it requires 10 to 20 random expansions to obtain a track), and 
only tracks having a suitable position and direction are photographed 

From 1930 on, many investigations of cosmic-ray particles were 
maflp by vanous observers. The interpretation of the results of such 
experiments presents special diflSculties because of the enormous 
penetrating power of the particles and because of their powerful 
effects upon matter, and it is often hard to harmonize the results of 
different investigations. We shall discuss only certain points on 
which general agreement seems to have been reached, referring the 
student for further information to recent summanzmg articles, such as 
appear from time to time in the Remews of Modem Physics and else- 
where,^ or to the literature. 

The interpretation of recent work has often depended upon a 
precise knowledge of the behavior of high-speed particles. It will be 
convenient to summarize at this pomt what is known in regard to 
certain of their properties. 

236. Energy, Mass, and Specific Ionization of Charged Particles. 

(a) Measurement of Charge, Mass, and Energy . — The standard method 
of crossed electric and magnetic fields (Sec 41) 3 delds, for a charged 
particle, its velocity and the ratio of its charge to its mass Additional 
observations of some sort are needed in order to find e and m separately; 
from m and the velocity, the energy can then be calculated. 

When the velocity of the particle is almost equal to the velocity of 
light, however, the velocity becomes diflBicult to measure with sufficient 
accuracy to make the measurement significant. There is then no 
point in using an electric field to deflect the particle; the easier measure- 
ment with a magnetic field yields all the information that can readily 
be obtained 

1 C/ Am Pkys. Teacher, vol. 7, p. 79. 
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Formulas for the rapid motion of a charged particle in a uniform 
magnetic field were obtained in Sec. 184. If M is the mass of the 
particle, q its numerical charge ^n electrostahc units, and p the radius of 
the circle which it describes in a magmtude field of H oersteds, then, 
from Eqs. (294) and (297), the momentum p and kinetic energy E of 
the particle are given by the equations^ 

p = Hp=^% (343a, /O 

® [(i + - 1] - [(i + - '] (3*^* 

The quantity pc has the dimensions of an energy and may be expressed 
in electron-volts,* if pc is given megs, units, its value in ev is obtained 
by dividing by the number of ergs in an electron-volt or 1.601 X 10“^- 
The value of pc m ev is also the value of p itself expressed in ev/c as a 
imit. For a charge n times as large as the electronic charge, pc 
expressed m ev equals (300n)fl'p 

If JS <JC Mc^, expansion gives, since (I + ^ 1 + x/2 — • , 

B-4-' -ifc®’'’’ 

If we write for E expressed in electron-volts and m for the electronic 
mass, we have from the last equation, for a particle of mass M, numeri- 
cal charge equal to that of the electron, and kinetic energy E <$C Mc^, 
approximately, 

E„ = 0 088^(Hpy, (346) 

mthin 1 percent if JE < Mc^/ 50. Ji Mc^, we have 

Mc^: E = pc - Mc^ + ■ • ■ = qHp - Mc^ + • • , (347) 

or, if g is n times as large as the electronic charge, 

E„ = 300nHp - (ilfc2)„, (348) 

within 1 percent if J? > lOMc^. The coefficient 0.088 represents 
q^fme^ divided by the value of the electron-volt or g'/300, with 
q = 4.803 X 10-1“ e.s.u., m = 0.9107 X.IO-^^ g, c = 2 998 X lOi" 
For the intermediate region, the plot shown in Fig 228 may be of use 
in passing from one to another of the three quantities, velocity, Hp, 
and E. Scales, logarithmic in both directions, are shown for both 
electrons and protons. 

An important conclusion from these formulas is that the curvature 

1 Calculations from such formulas are most easily made in the following way 
E = Me* [(cos tan"'’ gUp/wc*)"' — 1]. 
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of the path of a charged particle moving with energy greatly exceechng 
its rest energy {E is almost independent of its mass, since 

p = E/qH nearly. The energy of such a particle can be estimated, 
therefore, from the curvature of its track in a cloud chamber vdthout 
knowing its mass. Partly for this reason, and partly because the 
particles were long supposed always to be electrons, the energies^' 
of cosmic-ray particles as determined from cloud-chamber observations 
are commonly reported on the assumption of an electronic mass An 



1 0J06 2 3 -4' 5 6 Z I 03a6 2 3 456 81 03 06 2 3 45 

10 ^ t05 Electrons 10® iSTmev, 

Pig, 228 — Relation between kinetic energy E in electron-volts and Hp (p =* radius 
of curvature in centimeters in a field of H oersteds) , for electrons and for protons, on 
logarithmic scales. Numbers on curve refer to the cross lines and give ratio of velocity 
of particle to that of light For a particle Jc times as heavy as an electron, multiply 
Hp and E for an electron by kt or, multiply by 100 and read on the scales n cross-section 
spaces to the right of or higher than the point on the curve, where for k = 126, 158, 
200, 251, 316, respectively, n = 1, 2, 3, 4, 5. 


energy so calculated might be called an equivalent electron energy 
A more precise method of reporting such data, sometimes employed, is 
to report the values of Hp or of p. 

The curvature of the tracks in a cloud chamber thus gives primarily 
a measure of the momentum of the particle, from which a rough 
estimate of the energy can be made provided the energy is high 
enough. The mass must then be inferred in some other way. The 
principal source of evidence as to the mass, and also as to the magni- 
tude of the charge, has been the amount of ionization caused by the 
particle in the gas in the cloud chamber. The sign of the charge can 
be inferred from the direction of curvature of the path, provided the 
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direction of motion of the particle is known. In the case of cosmic- 
ray particles, it may reasonably be assumed that tracks near the 
vertical were traversed in a downward direction. Or, if a track 
passes through a slab of absorbing material, it may safely be assumed, 
as in Anderson's discovery of the positron, that the particle traveled 
toward the side on which greater curvature of the track gives evidence 
of lower energ^^ 

(6) The Specific Ionization in Air — The ionization produced by 
electrons in air has been studied experimentally over a wide range of 
energies ^ The ionization produced by a cathode ray has been found to 
increase with increasing energy of the ray, up to a maximum of several 
thousand ion pairs per centimeter of path at an energy of 1,000 volts 
or so, above which it decreases again. It was found by W. Wilson^ 
that for i3-rays of energies from 6 X 10^ to 1.7 X 10® ev the total 
ionization produced in standard air was almost inversely proportional 
to the square of the speed of the ^ particle, decreasing from about 
214 ion pairs per centimeter of path at 6 X 10^ ev to about 46 ion 
pairs at 1.7 X 10® ev. 

The ions measured in these observations include those produced by 
secondary electrons ejected from molecules by the particles with 
sufficient energy to produce additional ions. The primary iomzation 
produced directly by the /? particle itself can be determined separately 
by counting the drops of water along its path in a cloud chamber 
(C T. R Wilson). The path of most of the secondary electrons is so 
short that usually all of the ions formed directly or indirectly as the 
result of a particular primary ionization lie at first very close together, 
and, if the expansion is performed immediately after the passage of 
the jS-ray, a smgle droplet of water is condensed on the entire cluster. 
The number of primary ions as determined in this way is about half 
as great as the total number of ions, at electron energies around 10® ev. 
On the other hand, the total ionization can be determined in the cloud 
chamber by delaying the expansion a fraction of a second {e.g , 0.2 sec.) 
so as to give time for the ions to spread out by diffusion. If the expan- 
sion is great enough, each ion then gives rise to a separate droplet; 
or, alternatively, the expansion can also be so adjusted that droplets 
form only on the positive ions. Another scheme is to separate the 
positive and negative ions by means of an electrostatic field.® 

As regards the appearance of tracks in the cloud chamber, however, 

1 See E. Rttthtofoed, Chadwick, and Ellis, '^Radiations from Radioactive 
Substances," pp. 444# , 1930. 

% ^oc., Proc.f voL 85, p. 240 (1911). 

® Hazbw, R&o , vol 05, p. 259 (1944). 
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a complication is presented by the fact that occasionally a secondaiy 
electron of exceptionally high energy makes 'v\hat appears to be a 
branch track. The appearance of the tracks as a Avhole is determined 
by the average amount of ionization exclusive of that on such branch 
tracks; this ionization is called the probable ionization 

The term “specific ionization'' is applied in a general way to any 
number representing ions or ion pairs per centimeter 

Approximate theoretical formulas for the ionization produced by 
charged particles of high energy have been derived from wave mechan- 
ics The way in which the ionization is found to vary with the energy 
of the particle is illustrated by certain of the curves in Fig 237 below 
[Sec. 238(c)] Curves e-ec and ep-ep serve to illustrate the total and the 
probable ionization, respectively, produced by an electron, as a func- 
tion of its energy, whereas the curves labeled p and ml 60 illustrate the 
total ionization produced, respectively, by a proton and by a “meson" 
(Sec. 240) 160 times as heavy as an electron, the medium being in all 
cases air of standard density. The quantity actually plotted is the 
rate of loss of energy per cm., but the number of ion pairs produced is 
nearly proportional to this, being about equal to the energy loss in 
ev per cm. divided by 32 (for air). References are given under the 
figure. The theoretical formulas seem to agree with observation, but 
they have not been checked thoroughly for electrons. 

As shown by the curves in Fig. 237, the theoretical formulas 
predict a decrease in the iomzation, due to the decrease in the time 
during which the particle can act on an atom, as its speed increases, 
up to approximately the speed of light, when the energy of the particle 
becomes of the order of its rest energy. Above this point the ioniza- 
tion should increase again as the energy of the particle increases, but 
very slowly, about as the logarithm of the energy; from 10® to 10^® 
electron-volts, the probable ionization should about double The 
increase results from the increasing contraction of the electric field 
of the particle toward a plane perpendicular to its motion (Sec. 34), 
which increases the sharpness of the impulse given to atomic electrons 
by particles passing at some distance from the atomic center A 
further factor, causing an increase in that part of the total ionization 
Avhich IS produced by secondanes of high energy, is the increase m 
the maximum energy which can be transferred to an atomic electron 
in a close collision. 

Observations by Corson and Brode^ on cosmic-ray particles, 

^ CoEsoN" and Brodb, Phys Reo. 53, p 773 (1936). For a correction see Brode, 
Rev, Modem Phya , voL 11, p. 222 (1939), especially p 228. 
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presumably electrons, mth energies up to 30 Mev, gave evidence of 
the predicted increase. They found a (probable) specific ionization 
of about 50 ion pairs per cm. of path in standard air at the minimum 
(just above 10® ev). A similar value has been found for mesons ^ 
The total ionization will then be somewhat greatei The theoretical 
formula indicates a minimum of about 50 ion pairs per cm. for the 
probable and 65 for the total ionization 

The most important feature of the theoretical formulas in their 
application to cosmic-ray observations is the way in which the ioniza- 
tion should vary with the kind of particle. The ionization should be 
roughly 'proportional to the square of the charge, it should thus be about 
the same for positive and negative particles. Otherwise it should 
depend, to a close approximation, only on the velocity of the particle. 
Since, at given velocity, kinetic energy and rest mass are proportional 
to each other, even in relativistic mechanics, it follows that parhcles of 
equal charge but different masses should produce about the same ionization 
at equal velocities, or at kinetic energies proportional to their masses 

Herein lies the reason for the relatively heavy ionization ordi- 
narily produced by protons, which are usually moving comparatively 
slowly, with an energy of such magnitude that slower velocity means 
heavier ionization During the last few millimeters of its path through 
standard air, a proton produces roughly 30,000 ion pairs per centi- 
meter ^ According to theory, however, a proton track, though clearly 
distinguishable from an electron track of the same energy up to energies 
of about 200 Mev, should actually be less dense than an electron track 
at energies exceeding 2,000 Mev. In general, a singly charged particle 
k times as heavy as an electron should produce about the same ioniza- 
tion as an electron moving at the same velocity and hence with an 
energy 1/A* times as great as that of the given particle. Because of 
this feature, corresponding curves for particles of different mass in 
Fig. 237 are almost exactly alike in shape but are displaced relatively 
to each other along the axis representing the logarithm of the energy. 
A cloud-chamber photograph showmg a meson and a proton track is 
reproduced in Fig 229. 

Since we have seen that the curvature of the tracks in a cloud 
chamber gives at once an approximate value of the energy of the 
particle, it is clear that, over a considerable range of energies, the 
density of the ionization along the track furnishes information in 

1 See Dunlap, Phys Rev,, vol. 67, p. 67 (1945), Hazen, Phys, Rev., voL 67, p 
269 (1945). 

® Featebe, Nature, vol. 147, p. 510 (1941) 
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regard to the mass, provided the magaitude of the charge can be 
inferred in some way with sufficient certainty. 

In different materials, theory indicates, with some support by experi- 
ment, that the total ionization should be roughly proportional to the 
total number of atomic electrons per cubic centimeter. 



Fig. 229. — Photographs of cloud-chamber tracks in a magnetic field, made by (a) 
a positive meson having a mass roughly 250 times the electronic mass and a kinetic 
energy of about 4 Mev, and (6) a proton of energy about 3 Mev. [Photographa courtesy 
of Dt, D. J, Hughes, SeePhys, Rev,t voL 69, p. 371 (1946).] 


237. Showers and Bursts, (a) Showers . — When cosmic-ray tracks 
are observed in a cloud chamber, it frequently happens that two or 
more tracks are seen which appear to have been produced simul- 
taneously; often they diverge from a common center lying in the 
walls or outside of the chamber. The first observation of this sort 
was made by Skobelzyn, in the course of the work described above 
(1927; Sec. 235). If there is a solid obstacle in the chamber itself, 
such as a sheet of lead, groups of tracks may often be seen diverging 
from a point in this obstacle; frequently a single cosmic-ray track 
eoming from above seems to end at Ibhe piitial point of a group of tracks. 
(C/. Fig. 231.) ' 
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Such groups of tracks are believed to be made by showers of 
(negative) electrons and positrons created as the result of the impact 
of a high-speed particle or photon upon matter. From a statistical 
study of the curvature of the tracks it is inferred that positive and 
negative particles occur about equally often, and with energies ranging 
from 1 Mev up to 500 Mev, 5 to 20 Mev being the most common 
energy. The distribution curve obtained by Anderson and Nedder- 
meyer is shown in Fig. 230 ^ 

Interesting statistical data on the occurrence of showers of various 
sizes were also obtained by Anderson and Neddermeyer^ They 
used a counter-controlled cloud chamber divided midway by a hori- 
zontal lead plate 3 5 mm thick, placed in a horizontal magnetic 
field of 7,900 oersteds and viewed horizontally. At Pasadena, near 



Mev. 

Fio 230 — Energy distribution of positive and negative electrons occurring as showeib 
in a cloud chamber {Anderson and Neddermeyer ) 

sea level, out of 2,684 photographs of cosmic-ray tracks, 383 or 14 
percent showed showers of two or more particles. On Pikes Peak 
(elevation, 4,300 meters above sea level), out of 1,775 photographs, 
762 or 42 percent showed showers. Two-particle showers were the 
commonest; but m both places the next commonest size was a shower 
of 6 to 10 particles. One photograph obtained on Pikes Peak showed 
more than 300 tracks of electrons and positrons, their total energy 
bemg estimated to exceed 15,000 Mev; four others showed showers 
of at least 100 particles. Often it was evident that the number of 
particles in a shower increased as the shower passed downward through 
the lead sheet. Three of their photographs are reproduced in Fig. 231. 
The increm&d ftequMicy of showers at higher etmakoifs is an imper- 
il ^Tntentotioaal Conference on Physice,” p 174, University Press (John Wilson 
S: Son, Inc.), Qainbn4^e, 1935 

^ ANonneoN and Bw., voL 50, p< 263 (1936) 
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Fig. 

showers, two of them 
lerit by Professor C, D. Anderson, 
p. 263 (1936).] 


cloiid-chamber photographs showing 
in a lead plate. [Photographs kindly 
and NeddermeyeTt Phys. Rev.^ voL 50, 
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tant feature of these observations. An increase m the frequency of 
all tracks would be expected, since the cosmic-ray iomzation itself 
increases with altitude; but the showers increase much faster than 
the single 'particles^ especially the larger ones. Frequencies of occur- 
rence were calculated by dividing the number of photographs showing 
showers by the time taken to obtain them, exclusive of the 15-second 
intervals required after each expansion to reset the cloud chamber. 
The rate was thus found to be 34 photographs showing tracks per hour 
in Pasadena and 120 per hour on Pikes Peak The ratio of the number 
of photographs per hour showmg n tracks on Pikes Peak to the cor- 
responding number at Pasadena, for various values of n, was calculated 
to be as follows: 


n 

1 

2 

3 ' 

4 

5 

6-10 

11-20 

21-100 

Ratio 

2 7 

7 5 

6 9 

17 

24 

18 

33 

24 


The increase in the frequency of large showers at the higher elevation 
IS very striking 

The statistics of showers as observed depend greatly, however, 
upon the experimental arrangement. Hazen, using the apparatus 
described in Sec 238(d) at an altitude of 10,000 feet, studied showers 
either originating or culmmating within the cloud chamber ^ He 
found that their frequency decreased by a factor of about 10 as the 
maximum number of particles in the shower increased from 5 to 12, 
or the total energy of the shower from 200 to 550 Mev, and that 
showers of more than 21 particles or showers of total energy exceeding 
1,000 Mev were relatively rare 

(6) Bursts of Ionization — In 1927, the German physicist Hoffmann, 
while studying the ionization caused by cosmic rays in an ionization 
chamber, noticed that occasionally a large deflection of his electroscope 
occurred,^ He convinced himself that these deflections were not 
caused by some defect in the apparatus and indicated, therefore, the 
sudden production of a large ^^burst” of ionization. The phenomenon 
has been studied extensively, especially since 1932. Bursts are 
observed to vary greatly in size, their frequency decreasing with 
increasing size. Apparently no limit can be set as yet to the possible 
size of a burst. While using an ionization chamber 36 cm in diameter 
filled with argon at 50 atmospheres and shielded by 12 cm of lead, at 
Huancayo, Peru (altitude, 3,350 meters), Schein and Gill observed a 
burst of some 10® ion pairs, which they ascribed to about 10,000 

^ Hazen, Fhys, vol- 65, p 67 (1944). 

® Cf "International Conference on Physics,” p. 226. 
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cosmic-ray particles having a total energy of some 10^“ ev; and they 
say that even larger bursts occurred ^ 

No further details concerning observations on bursts will be given 
here, however, chiefly because it seems to be well established that 
most bursts are caused by the same showers of particles that aie 
observed in cloud chambers. This conclusion has been supported by 
observations in which a cloud chamber and an lomzation chambei 
were placed one above the other and coincidences between showers in 
the former and bursts in the latter were studied. Burst observations 
thus constitute an alternative method of studying showers.^ A few 
bursts, however, are the result of nuclear disintegrations caused by 
the cosmic rays. 

(c) Observations on the Production of Showers. — Still a third method 
of observing showers of charged particles is by means 
of three or more coincidence counters not placed in a 
row (if placed in line, they count both showers and 
single particles) ^ In 1933, Bossi used the arrangement 
shown in Fig 232. A coincident discharge of the three 
counters can only be caused by a shower which contains 
at least two particles, including the incident one (or, 
very rarely, by two independent particles passing 
through the apparatus almost simultaneously) 

With the apparatus unshielded, Rossi observed 6 75 
triple coincidences per hour. The number of chance 
coincidences, calculated from the rates of the countei s 
Sketch of thr^ when counting separately, he estimated at 3 per hour 
noncoiiinear A lead plate 1 cm. thick, placed above the uppei 
detectio^n^of Counter at A, increased the coincidences to 14.1 per 
showers gener- hour This increase is ascnbed to the production of 
ated in. A showers in the lead plate 

The number of showers as a function of the thickness of the shower- 
producing matter was studied, using a similar arrangement, by varying 
the thickness of the block A . When the counting rate with the block A 
removed was subtracted as a correction, the number of the remaining 
coincidences, plotted against the thickness of the lead block A as 
abscissa, gave a curve like the left-hand third of the lower one shown m 
Fig. 233. Many similar observations have been made subsequently 
by others, the curve being thereby extended to greater thicknesses 

1 ScHEiN and Gill, Itev. Modern phjy$ ^ vol 11, p. 267 (1939). 

2 For a summary of burst observatipnfl see Froman and Stearns, Modem 

Phys , vol 10, p 133 (1938). , ' * , 

* Rossi, Zeits /. Phyetk^ Vol. p^ (it933r). 
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The figure shows the data obtained by several observers A consider- 
able discrepancy is to be noted for the greater thicknesses 

The maximum m the number of showers under lead occurs at a 
thickness of about 1.3 cm or at 14 grams per cm.^; this maximum is 
further discussed in Sec 238(e) Some observers, but not all, report a 
second slight maximum at 15 to 20 cm.^ Similar results have been 
obtained using iron or aluminum Such curves, or similar ones in 
which the integrated total number of showers is plotted, are called 
(Rossi) “transition” curves 

It seems clear that the showeis observed in this way have their 
origin, at least partly, in the lead That their number should increase 



Fig 233 — Relative numbers of showers observed under various thicknesses of lead 

a< first with increasing thickness of lead is understandable. The 
subseqvmt decrease in their number, however, as the thickness is 
increased further, can only be due to absorption of the primary shower- 
producing agency. For an increase in the thickness is equivalent to 
the addition of a fresh layer of lead on top This added layer will (1) 
itself give nse to shower particles, some of which may penetrate the 
lower layers of lead, and (2) absorb some of the shower-producing 
particles, so that fewer showers will be generated m the imderlying lead. 
If the lead already in place is thick enough so that few of the shower 
particles produced in the added layer can get through it, the absorption 

^Of. BaowsSAaD and Phys. Rev., vol. 60, p. 418 (1941), Nbbbson, 

Phys. Rev., voL 61, p. Ill (1942). 
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effect will predominate; the number of showers observed below the 
lead vill then be decreased when more lead is added 

The initial rapid decrease of the showers up to 10 cm. of lead, 
followed by a very slow continued decrease, must mean, then, that the 
shower-producing agency, whether it be particles or photons, consists 
roughly of two parts, a moie highly absorbable or ^^soft’^ component 
and a very penetrating or ''hard^' component. The rate of the 
continued slow decrease, corresponding to 

fi/p = 0.6 X 10“^* 

agrees with the value /z/p == 0 55 X 10“® found by Rossi for the 
absorption in lead of cosmic-ray particles filtered 
through 25 cm of lead, which would certainly repre- 
sent the penetrating component The more absorba- 
ble rays which, m the absorption measurements, 
were removed by 10 to 20 cm. of lead would then 
represent the soft component. 

In order to explain the occurrence of a maximum 
in the transition curve at less than 2 cm of lead, we 
must suppose that the shower particles themselves are 
easily absorbed. This hypothesis can be tested di- 
rectly by measuring the 'penetrating power of the shower 
particles. This is easily done by placing an absorbing 
screen above the lowest of the three counters (eg , bX 
B in Fig 234) It is found that most of the shower 
particles are absorbed by a few centimeters of 
lead. 

In view of these results, it is a reasonable hypothesis, now generally 
held, that the soft component of the primary cosmic rays consists of 
shower particles that have been produced, directly or mdirectly, by 
the penetrating component in the overlying atmosphere or in other 
material bodies. The nature of the hard component then remains to 
be determined The mode of initiation and growth of showers m 
matter thus becomes a theoretical problem of great importance. We 
shall devote the next section to a discussion of this problem. 

238. Theory of the Shower Phenomenon, (a) The Shower Process 
Until 1934, the origin of showers of cosmic-ray particles was generally 
held to be a mystery. The materials for a theoretical understanding 
of them had already been accumulated, however, and during the next 
3 years an apparently satisfactory theory for the common type of 
shower was developed. 

* Mokoan and Niei^btcn, Phys. Rev.^ voL 51, p. 689 (1937). 



Fig 234 — 
Arrangement for 
measuring the 
absorbability of 
shower particles 
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Several physicists, noting that shower tracks usually do not all 
diverge from a common point, suggested that they may originate in 
cascade fashion ^ In 1935, Auger pointed to the production of elec- 
tron-positron pairs by photons, which was described in Sec. 212, as a 
possible step in the process These ideas led to the following picture 
of the life history of a shower A high-eneigy photon becomes con- 
verted, in the field of a nucleus, into an electron and a positron [cf. Fig. 
236(a)] These particles constitute a shower of tAvo rays; or, if the 
photon itself had been generated by a high-speed particle, we have 
at this stage a shower of three rays The particles, accelerated in the 
fields of other nuclei, then radiate part of their energy in the form of 
fresh photons, this process constitutmg the extension 
to high energies of the process by w^hich the con- 
tinuous X-ray spectrum is produced [Fig 235(5)] 

These photons in turn disappear in giving rise to 
additional pairs of electrons and positrons; these 
produce fresh photons; and so on At such high 
energies, it can be shown that the particles and 
photons should usually move almost in the same 
direction as the ray by which they are produced, so 
that the whole group of particles and photons will 
move on in close array. 

The number of photons and particles in the shoAver 
may continue to increase for some distance. Even- 
tually, however, the energy of a particle becomes so 
low that it loses more energy m the production of 
ions than in the production of photons; its remain- 
ing energy is then rapidly frittered away and the 
particle comes to rest Similarly, the photons come 
finally to lose energy principally by the ejection of 
Compton electrons from the atoms, and soon after that they become 
too weak to produce pairs. Because of these factors, the number of 
rays (particles and photons) in a shower increases to a maximum and 
then decreases again. In the end the positrons that have been 
produced all combine with atomic electrons, and the total number of 
charged particles in the world is thereby restored to its initial value 
The entire history of the shower occupies, of course, only a minute 
fraction of a second, since the particles are moving almost with the 
speed of light. 

To develop this hypothesis concerning the groAvth and decay of 
showers m quantitative form, it is necessary to know the probabilities 

^ Cf, Montoombbt, Phys, voi 4^ p. 62 (1934.) 



Fig 235 — 
Diagrams illus- 
trating the proc- 
esses by which 
showers are bmlt 
up 
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for the various elementary processes that aie involved We shall con- 
sidei these in turn. 

(b) The Laws of Pair Production by Photons , — The theoiy of the 
conversion of photons into pairs is given in Heitler’s book on radiation ^ 
The probability for the occurrence of such a conversion can con- 
vemently be stated in terms of a cross section cp for pair pioduction. 
If a uniformly distributed beam of photons, each of energy hv, passes 
thiough matter containing n nuclei per cm as many photons will be 
converted into pairs per centimeter of matter traversed as cross an 
area n<rp perpendicular to the beam. Oi, the mean distance L that 



Fig 236 — ^Approximate plot of the theoretical cross sections for the action of high- 
energy photons upon atoms of lead, aluminum, or air* <rp/Z is the cross section <Tp foi 
absorption of the photon with production of an electron-positron pair divided by the 
atomic number Z of the atom {Z = 7 26 for air) , <rc is the mean cross section for the 
Compton ejection of each electron from any atom (the cross section for the entire atom 
being Z(Tc ) , cTph/Z is the cross section for photoelectric absorption of the photon divided 
by Z (shown for lead only, inappreciable in aluminum or air for hv > I Mev) The 
photon energy hv is plotted logarithmically {From data ^n H&Uler, '"Quantum Theory 
of Radiatwnf^ 1936 ) 

a photon goes before being converted into a pair is L = l/{n<Tp), 
Theory indicates that cp should vary rapidly with the atomic number Z 
of the nuclei, in fact almost as especially below Aj' = 25 Mev. The 
theoretical values of <rp for three materials, divided by Z, are shown in 
Fig 236. For comparison, the cross section per electron for Compton 
scattering, o-c, is also shown (nZ<ro being, therefore, the number of 
Compton electrons produced per photon per centimeter of path), 
and also the cross section a’pf^ for photoelectric absorption of a photon 
in lead, m which photoelectric absorptioh is still appreciable up to 5 

1 Hettleb, W,, ^‘Quantum Theory of Eadiation/' 2d ed., 1945. 
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Mev. Some values of L, the meau distance for pair production, in 
centimeters are as follows: 


Energy Mev 

In standard air 

In A1 

In Pb 

25 

9 8 X 10^ 

27 4 

1 25 

100 

5 9 X 10* 

17 0 

86 

1,000 

4.5 X 10* 

13.2 

.70 


When a photon turns into a pair, part of its energy becomes tlu^ 
proper energy of the electron and the positron that are created, this 
part amounts to 2mc^ or 1.02 Mev. The remainder takes the foim of 
kinetic energy. The latter may be divided in any ratio between the 
electron and the positron; and the probability for either particle to 
receive a given fraction of the available kinetic energy is, very roughly, 
the same for all fractions. 

(c) The Loss of Energy by Charged Particles . — A charged particle 
passing through matter may lose energy by any one of the following 
processes (at least) : 

(a) ionization and excitation of atoms; 

(/5) emission of radiation due to acceleration in the atomic fields; 
(7) collision with nuclei resulting in nuclear transmutations. 

In the case of particles of very high energy, (7) is known to occur but 
is rare. The principal causes of energy loss are therefore (a) and {^) 
The loss dm to ionization and excitation can be calculated from the 
observed ionization, provided we know the mean loss of energy per 
ion produced. Experiments with i3-rays indicate that in air the mean 
loss is about 32 electron-volts per ion pair, not varying much with the 
speed of the electron. The observed minimum value of the ^'prob- 
able” ionization, 50 ion pairs per cm., thus implies an energy loss of at 
least 50 X 32 == 1,600 ev per cm. of path in standard air 

Theoretical formulas for the energy loss have been developed and 
appear to be in agreement with such experimental data as exist. Some 
curves plotted from the theoretical formulas are shown in Fig 237, 
as is explained further below, or under the figure. The theoretical 
TYnniTTmm loss due to ionization and excitation by electrons is about 
11 Mev per cm. in lead, or 2,100 ev per cm in standard air, at an 
electron energy of about 10* ev; of the minimum loss in air, about 
1,680 ev per cm. corresponds to probable ionization. The curves 
for heavier ^gly charged particles, such as protons, are nearly the 
same but with all ener^es increased in the ratio of the mass. Thus 
the l(m for a protpii should occm at an ^ergy of about 

1,800 Mev. 
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The energy lost tn rodiation, owing to acceleration of the charged 
particle in the fields of the nuclei (partly screened by the atomic 
electrons), has been studied in a number of theoretical papers, cul- 



Fio 237 — Some curves showing the approximate energy loss by charged particles 
passing through matter, as calculated from wave mechamcs Abscissa kinetic energy 
JE of the particle on a logarithmic scale Ordinate expectation ( —dEldx) of loss of 
energy by a particle per cm, (X particles all of energy E lose N{^dE/dx)dx units of 
energy in going a distance dx) Curve ePh — ecPb, loss due to lomzation and excitation 
of atoms by an electron in lead. ePb — etPb* total loss when the direct emission of 
radiation, (due to acceleration of th© incident electron) is included, the difference in 
ordinates between this curve and the preceding representing the loss due to radiation 
alone. Curve ep — epi “probable” loss in standard air by an electron due to lomzation 
and excitation, omitting single collisions in which more than 10^ ev is lost e — cc, the 
same loss when all coUisions are included, the fastest electron that leaves the scene of an 
ionizing collision being regarded as the incident one. e — ei, loss by the same electron 
when the dnect emission of radiation is included Curves ml 60 and p total loss in 
standard air by a meson 160 times as heavy as an electron, and by a proton, respec- 
tively, the radiation loss being negligible. Broken parts of curves are less certain * 

* For mesons and protons, and for the '^probable loss by an electron, Bloch ^s 
formula [Zeits.f. Physik, vol. 81, p. 363 (1933)] was used, as modified by Babha for 
particles of spin [Roy, Soc , Proc , vol 164, p 257 (1938)], viz.: 

(-dE/dx) - {log [2 m/3*TF/(1 - ^^)PZ^] - 2 / 32 } , 

where e =* electronic charge, N =» number of nuclei per unit volume and Z is their 
atomic number (Z =» 7 26 for air), p — mP — rest energy of an electron, /3 » ratio 
of velocity of the incident particle to that of hght, / =* 13 ev, TF = maximum 
allowed loss in a collision (IT = 10** ev for the “probable '' loss, otherwise 
= 2p{2M + E)E/[{M + m)® + where M is the rest energy and E the 
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mmating in the treatment given by Bethe and Heitler in 1934.^ 
The radiant energy emitted per centimeter by a particle of mass M 
carrying a charge ze (e == electromc charge), moving with kinetic 
energy JE through matenal composed of atoms of atomic number Z, is 
found to be represented by an expression of the type 

( 349 ) 

where / denotes a function that is the same for all particles and mate- 
rials. At high energies, / tends to become constant; the rate of emis- 
sion of radiant energy is then nearly proportional to the energy of the 
particle. The loss of energy by radiation decreases rapidly with 
increase in the mass M of the particle; hence, it is usually important 
only in the case of electrons. Because of the factor the rate of 
loss by radiation is much larger in matter composed of heavy atoms, 
such as lead, than in matter composed of light atoms. 

For our purpose it will be convenient to express the rate of loss of 
energy in terms of an equivalent mean free path for radiation 
This IS a distance such that, if the loss by radiation were to remain 
constant, the particle would lose all of its kinetic energy in going a 
distance or, in going a distance dx at initial energy Fj the expectation 
of loss of energy by emission of radiation is E cte/f. According to 
Eq (349), we can write 



where F = 1//. 

An mdividual particle will not radiate all of its kinetic energy in the 
distance $, of course, because, as the energy decreases, the rate of 
emission decreases. Furthermore, the radiation is actually emitted in 
quanta or photons; the statements just made have reference to the 

kiaetic energy of the incident particle}. For electron collisions with all losses 
included, M0ller's expression {Ann. d. Phystk^ vol 14, p. 531 (1932)] was integrated 
up to TF » M/2, giving 

{--dM/dx) - (2xe*iVZ//*i3*){log [m/5"Z/(1 - 4- 1 - 

- [2 - (1 - 1/7)^1 log 2 4 (1 - 1 /t)V8}, 

7 (1 — below M « O.l Mev, however, the curve in Fig. 237 was merely 

oontipiued so as to join the probable-loss curve at lO'* ev. per cm. 

iBkthe md ItomcBjfe, Jgoy- Bm. Froc^ vol. 146, p. 83 (1934). Of. also 
HBimsin, he. dt. 



704 


COSMIC RAYS 


[Chap XII 


mean expectation of the emission of photons, not to a continuous 
emission of radiation as in classical theory. A photon may contain 
any fraction, from 0 to almost 1, of the kinetic energy possessed by 
the particle before emission of the photon. According to the theory, 
slightly more energy is radiated, on the average, in the form of photons 
containing less than half of the kinetic energy than in photons each 
containing more than half If we count the photons emitted by a 
group of particles, however, we shall find more of the small ones than 
of the large ones; the mean number of photons per unit of energy varies 
a little faster than the reciprocal of hv. 

In Fig. 237, the energy lost per cm. of path, according to the 
theoretical formulas, is plotted against the logarithm of the energy E 
of the particle If y is the ordinate of the curve, the expectation of 
loss of energy by a particle moving with energy E in going a distance 
dx IS ydx] or N such particles lose as a group Nydx units of energy. 
As explained under the figure, some of the curves refer to the total loss 
including the loss due to radiation, others to the loss due to ionization 
and excitation of atoms alone; and, for electrons in air, a curve is 
showTi for the loss of iomzation and excitation when those collisions 
are omitted in which the electron loses more than 10^ ev in a single 
collision, the loss so defined corresponding to the probable ionization 
as defined m Sec. 236(6). Curves are shown for electrons in lead, and, 
in standard air, for electrons, for protons, and for mesons (Secs. 239 
and 240) 160 times as heavy as an electron, the radiative energy loss 
for the latter two kinds of particle being negligible over the range of 
energies considered. 

The curves illustrate strikingly the fact that the radiation loss 
predominates over all other losses at high energies of the moving 
particle (for electrons, above 100 Mev in air or 10 Mev in lead). It 
may be added that, at energies exceeding the limits for the curves 
shown, an electron whose kinetic energy i^E X 10® ev radiates on the 
average about 30 E ev per cm. in standard air, or 1.95 E X 10® ev per 
cm. in lead. 

By integrating the area under the curve that gives the total energy 
loss, we can find the range of an electron in a given material as a 
function of its initial kinetic energy, or the total distance that it will 
travel before coming to rest. Heitler^ gives the following values of 
the range in centimeters for an electron moving through standard air 
or through lead, the initial kinetic energy E being expressed in terms 
of mc^, the diectromc rest energy, as a unit (me* — 0.511 Mev): 
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E 

0.1 

1 

10 

100 

1,000 me- 

Air 

4.4 

160 

20 X 10* 

17 X 10^ 

63 X 10’ 

Pb 

9 X 10-4 

3 7 X 10-2 

0 30 

1 25 

2 5 


(d) The Growth and Decay of Showers — The application, of the 
theoretical results just described to the growth and decay of showers is 
complicated by the great straggling of the elementary processes 
A photon may travel a relatively short distance or a long distance 
before turning into a pair; and charged particles may generate photons 
early or late in their career. Furthermore, the energy of individual 
particles or photons may vary over a wide range. For this reason, to 
follow the course of a shower mathematically presents a difficult 
problem which has been solved only roughly ^ We can cite only the 
results of the approximate* analysis. Before doing this, however, it 
may be instructive to describe a simplified model of the shower process 
which succeeds in predicting correctly many of its principal features. 

For this purpose, let us assemble rough values of a few of the quanti- 
ties that are important in shower production, as follows: 



Standard air 

A1 ' 

Pb 

L(for hv = 1,000 Mev) 

4 5 X 104 

13 

0 7 cm. 

{ (for radiation) 

3 3 X 104 

10 

0 5 cm. 

(ionization = radiation) 

120 

65 

9 Mev 

B. 

280 X 102 

8 

0 5 cm. 

Eep . . 

25 

16 

5 Mev 


Here L is the mean free path for pair production by photons, and J is 
the corresponding quantity for the emission of radiation by an electron 
or positron, as just defined E% is the critical kinetic energy of an 
electron or positron at which its mean loss of energy due to inelastic 
collisions (ionization and excitation) equals that due to the emission of 
radiation; and iZt is the approximate range of such a particle in the 
material in question, or the distance it will go before stopping if it 
starts with energy E%. Ecp is the photon energy at which the prob- 
ability of loss of energy from the photon by production of a Compton 
electron equals th.e probability of loss due to pair production. 

1 Carlson and OpTENniiMBR, Phya. Rev., voL 51, p. 220 (1937) , Bhabha and 
Hbitlrr, Boy. Bdc.j Proc.j voL 159, p. 1 (193^ ; Snyder, Phya. Bev,, vol 53, p 960 
(1938); Bkabea and Chakrababm, Titian Acad. Proc., vol A 15, p. 464 
(1942) ; Boy* 8oc.i Proc. vpL A181, p- 267 (19430. 
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To develop a simplified theory, let us now assume, arbitrarily, 
that each charged particle produced as one member of a pair goes a 
distance ^ and then emits all of its kinetic energy in 1 or more photons. 
Since the average frequency at which radiation is actually emitted, 
as stated above, is about v/2, where hv = E, the kmetic energy of the 
particle, we might expect about 2 photons from each particle. The 
number of photons increases rapidly, however, as the frequency is 
decreased; a given amount of energy at a frequency v/A, e.g., would 
Tna.kft 4 photons, as against % at frequency 3 j'/ 4. A better estimate 
of the number, therefore, should be 3 photons per particle. Each 
photon, we will assume, goes a distance exactly equal to L and then 
turns into two particles, whose energies we suppose to be equal, as 
they actually are on the average The net result, on this simplified 
picture, will then be that in a distance | + L one particle is replaced 
3X2 = 6 particles. This is equivalent to an average rate of multi- 
plication in proportion to e"**, whete x is the distance covered from the 
beginning of the shower and = 6; since, as appears from the 

data given above, L = 1.4 J roughly, this makes e** = 6 and 

_ log 6 _ 1 

~ 2.4? “ 1.34?' 

In an actual shower, of course, photons and particles will coexist. 
But photons are produced more rapidly than particles, and small 
; photons are produced especially rapidly; hence, we might expect to 
fin d about twice as many photons as particles in a shower. 

To'allow roughly for the effects of ionization, an attractive hypothe- 
sis is the simple assumption that the shower stops when the kinetic 
energy of each particle equals the value at which losses by ioniza- 
tion become equal to losses by radiation. Assuming that particles 
and photons have equal energies, we should thus obtain for the maxi- 
mum number of particles in a shower {y^){Eo/Ex), Eo being the initial 
total energy. The distance covered up to this point would be xi, 
where 

67*1 = e^yci 34{) =, :|o, 

or xi — 1.34 $ log (Eo/Et), Eo/Ei representing the total number of 
particles and photons. Actually, however, ionization losses interfere 
continually with the growth of the shower from the start, so that its 
maximum size should be reached somewhat before it has traveled a 
distance xi, A further feature tending to decrease the number of 
particles is that, in the production of each pair, energy ecj[ual to 2mc^ 
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or about 1 Mev is lost in the rest energy of the pair particles. On 
the other hand, because of straggling (in time) in the elementary 
processes, many particles will travel beyond the point Xi, We may 
try to make 'a first correction for straggling by assuming that at the 
point xi only half of the particles have simk below E^ in energy and 
have been stopped We are thus led to put down as rough estimates of 
the maximum number Nm of charged particles in the shower and of the 
distance Xm from the starting-point at which the maximum number 
occurs the simple expressions 

•ATto = 0^’ ^ (351a, 6) 


The corresponding values derived from the mathematical analysis, 
according to Serber,^ are well represented, for Eq/E^ > 20, by the 
equations 


iV.. == 0 4 


-Bo 

% 


1 + 16 



X352) 


Xm = i 


log 


Eq 

% 


0 81ogJ” + 05 


1 Eq 


- 1 


(353) 


A few values of Em and Xm calculated from these equations, for selected 
values of the ratio are: 


Eo/Ei. . . 

25 


100 

250 

500 

1,000 

log (Eo/Ei) 

3 22 

Bra 

4 61 

5.52 

6 21 

6.91 


4 7 

EO 

15 

35 

65 

124 


1 8 


3.4 

4.4 

5.2 

5.9 


These values are of the same order of magnitude as the rough estimates 
given by the easily remembered Eqs. (351a, 6). 

Additional features more or less predicted by our simplified theory 
and confirmed by the more exact analysis are the following: 

1. The general course of the shower is the same whether it is 
started by a particle or by a photon. 

2. Showers occurring in different materials differ chiefly in the 
spatial scale of the phenomenon. A shower attains its maximum 
number of particles, in lead, after traveling from 1 to 3 cm , depending 
on the energy of the initiating ray, in iron after traveling four times 
as great a distance, and in standard air after % to 2 kilometers. The 

^ Phys. v<^i 54 , p, 317 ( 1 | 3 $). 
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whole range of the shower will be several times as great as the distance 
to the maximum number of particles. 

3 The number of photons m a shower should be nearly double the 
number of particles. 

4 The maximum number of particles should increase hneaily with 
Eo (actually a httle more slowly) ; and it may attain any magnitude 
if the initial energy is sufficiently large. 

5 The density of the shower at a given level should be gieatest 
m the center and should decrease rapidly toward the sides This 
feature results from the crisscrossing of the slightly diverging paths, 
which produces a distnbution somewhat analogous to that of gaseous 
molecules diffusing from a common imtial position. 

One other interesting feature, predicted by the more exact theoiy 
and caused in large part by the relatively rapid production of small 
photons, is: 

6. The particles composing the shower soon come to be distributed 
in energy roughly in proportion to l/jB® 

(e) Expenmental Test of Shower Theory — The predictions of the 
theory of cascade showers are probably in as good agreement with 
observation as can be expected in view of the many approximations 
that are necessary in order to make the calculations tractable. 

The cascade process in lead can be studied by introducing into a 
cloud chamber parallel sheets of lead separated by a few centimeters 
The gas between the plates has so httle effect upon the shower particles 
that the cascade process proceeds as it would in a solid mass of lead; 
the only difference is that the shower is drawn out lengthwise and its 
lateral spread is increased, while at intervals the shower particles are 
levealed to view in gas-filled gaps. 

Observations of the sort just described were made by Hazen,^ using 
eight plates, and by Nassar and Hazen,® using 4 lead plates 0.7 cm 
thick separated by spaces 5 3 cm. wide. The cloud chamber used by 
Nassar and Hazen was 30 cm. in diameter and 45 cm. deep, and was 
placed m a magnetic field of 1,100 gauss in order to measure the 
energies of the particles. The chamber was controlled by a three- 
counter telescope above it (Sec. 235). From the observations it was 
possible to test three features of the shower process, as follows: 

1. The number of charged particles present at various distances 
along the path of the shower was studied in 17 showers, each of about 
230 Mev total energy, as estimated from the total energy of all par- 
ticles. Fair agreement was found with the theoretical curve. 

* Hazjbn, Phys. Rev , vol 66, p. 264 (1944). 

® Nassak and Hazen, Phys. Rev,,-roL W, p. 298 (1946). 
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2 The ratio of the maximum number of particles N-m to the 
total number produced in the shower, and also the total number 
of particles m the shower, as observed, somewhat exceeded the theo- 
retical predictions. 

3 The distribution of energy among the particles when their num- 
ber IS at a maximum was studied m 17 showers containing 6 to 20 
particles at maximum and representing total energies of 200 to 1,000 
Mev Good agreement with the theory was found when particles of 
less energy than 5 Mev were excluded, for which the approximations 
made in the theoretical calculations are particularly poor 

Large fluctuations occur in all features from one shower to the next; 
and the error in even the latest theoretical calculations was estimated 
at 20 to 30 percent It was concluded, therefore, that the basic 
assumptions of the cascade theory are probably correct 

(/) Ftnal Remarks Coricerning Showers — It may be mentioned that 
the maximum of the air-lead transition curve that was descnbed in 
Sec 237(c) occurs in the lead about 0.3 cm later for a photon-induced 
shower than for one induced by an electron Its position varies 
greatly, also, with the size of the shower, from about 0 9 cm for small 
showers to 1.7 cm. for large ones ^ Electron-induced showers can be 
distinguished through the presence at their head of a single electron 
track, whereas a photon-induced shower begins necessarily with two 
tracks 

Occasionally a charged particle appears to eject an atomic electron 
from an atom with very high energy, thus one particle may be seen 
to enter a plate of material and two to leave it In such cases it may 
be impossible to tell whether the emergent pair of particles arose in the 
manner described or represents a true shower of two particles, the 
incident particle having stopped in the plate after emitting a high- 
energy photon. 

Our discussion has been limited to showers of the ordinary type, 
in which all tracks are ‘^well collimated” or not too far from parallel 
(an average semiangle of divergence of 10 to IS"") Occasionally 
showers are observed in the cloud chamber in which the tracks do not 
seem to be collimated at all, and are unusually heavy Such showers 
win be discussed in the next section under the heading “ Stars ” 

239. Neutrons, Protons, and Stars.^ — (a) Free neutrons have been 
detected in the ataiosphere by various investigators ^ They may be 
detected With a counter filled with BFa (8ec. 216) ; the walls of the 

1 ISrwwsoN, vol. 61, p 111 (1942). 

» Cf, Koeff, ^M'odem vol 11, p. 211 (1939)? Koeff, and 

Placzbic, Fhfs. vol 37, p*. 673 (1940)J ^ ' ' ' - * ^ n * t 
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counter may be made rather thick in order to exclude all slow electrons 
In later investigations a sleeve of boron carbide was used, which could 
be slipped over the counter, in order to absorb neutrons entering from 
the outside j the difference in the counting rates with and without the 
sleeve is taken as a measure of the neutron intensity, the residual counts 
due to other causes being thus eliminated. 

In the observations of Korff and Hamermesh^ the counter was sent 
aloft carried by balloons. The sleeve was automatically slipped into 
place or removed at intervals of 2 mm , the counts being trans- 
mitted to the observer on the ground by means of short-wave radio^* 
and the observations were interrupted occasionally while the tem- 
perature and pressure of the air were transmitted to the ground The 
counter was 100 cm long and 4.9 cm. in diameter, and was operated 
at 2,000 volts; it was insensitive to single fast electrons or mesons, but 
would respond to protons or the cores of dense showers. The sur- 
rounding sleeve of boron carbide was 6 mm thick 

Using a tube containing boron, whose cross section for neutron 
absorption varies as 1 Jv up to neutron energies of hundreds of volts, the 
counting rate will be proportional to the density of the neutrons in 
the surrounding space, independently of their velocity v] faster neu- 
trons traverse the counter more frequently than slower ones having 
the same spatial density, but they have a proportionately smaller 
chance of being captured and detected. Relying upon this fact, 
Korff and Hamermesh conclude from their observations that at an 
altitude where the air pressure is equivalent to 2 meters of water there 
is present 1 neutron in about 20 cubic meters of air The neutrons 
must be continually undergoing capture by the nitrogen of the air; 
from the known cross section for this process they estimate that, at 
the altitude in question, in order to maintain the observed density, 
about 1 neutron per second must be set free somehow m each 6 cubic 
meters of air. As the altitude decreases, both the neutron density 
and their rate of production decrease, being less than half the values 
cited at an altitude of 10,000 feet. At sea level there is present 
about 1 neutron per 200 cubic meters 

(6) Protons moving at high energy are beheved to constitute a 
very small fraction, perhaps a few percent at high altitudes, of the 
penetrating rays in the atmosphere. Korff beheved that he detected 
them by means of counters earned aloft by balloons, the counts being 
transmitted to ground as usual by radio.® For this observation the 

1 Korff and Hambmesh, Ph^s. Rev.j vot 69, p. 155 (1946). 

2 C/. Pickering, Rev Set^ Iristumentsj voj. 14, p., 171 (1943), 

3 Korff, Phys, Rev.j vol. 59, p 949 (1941). 
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counters contained the usual argon-alcohol filling and were adjusted 
so as to be insensitive to single electrons or to T-rays, but so as to 
respond to protons having an energy between 0.05 and 5 Mev. Esti- 
mates were made of the rate of production of such protons in the 
atmosphere by allowing for the rate at which they are slowed down 
and rendered inactive by the air. The rate of production as inferred 
in this manner was about 15 protons per second per cubic meter of 
air, at an altitude where the pressure is equivalent to 2 meters of water, 
or 4 per second per cubic meter at an altitude of 10,000 ft. 

Powell, on 22,400 cloud-chamber photographs taken at an altitude 
of 10,000 ft , identified as protons about 4 percent of the rays that 
were observed to penetrate at least 1 cm. of lead.^ He suggests 
that many of the protons as observed may be recoil protons generated 
in hydrogen-containing material near by, perhaps even in the body 
of an observer! 

(c) Stars ,^ — A cloud-chamber photograph occasionally shows two 
or more heavy tracks, often short, diverging widely from a point lying 
either within the cloud chamber or outside of it. These appearances 
have been called stars.'’ 

Analogous stars, much smaller in size, are found in photographic 
plates that have stood for some time without exposure to light and are 
then developed in the usual way. Stars were studied by Shapiro in a 
plate with emulsion 43jLx thick, left for 239 days on Mt Evans at an 
altitude of 4,300 meters. The individual star tracks were 10-50^ 
long, consisting of developed grains spaced 3 or 4 /a apart. Identifi- 
cation was attempted by comparing the tracks with those made by 
fast protons or those made by a particles generated in the laboratory 
The emulsion was not appreciably sensitive to fast electrons or to 
fast mesons 

The number of particles in a given star ranges with rapidly decreas- 
ing frequency from 2 to a maximum at least as high as 14. As regards 
their direction, the tracks have often been reported to be distributed 
at random, but Hazen found a preponderance of downward directions.® 
As the altitude is increased, the number of particles per star increases 
only slightly, but the average energy of the particles increases rapidly. 
At 10,000 ft, individual energies of 10 or 20 Mev are common, and 
total star energies of the order of 50 Mev; but individual energies may 

1 PowBir., vpl. Q9, 385 (1946). 

*For early references and, discussion, see Shamro, Phys, Rev., ypl 61, p. 115 
(1941); Chadwick, May, Pidfcavancp, and Powell, Boy. Soc., Proc., vol 183, p. 1 
(1944). 
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occasionally be as high as 100 Mev, and total star energies as high as 
900 Mev.^ 

The nature of the particles themselves is subject to some uncer- 
tainty. Most of them are beheved to be protons, although some may 
be mesons; a particles also occur, apparently in about one-sixth of the 
stars studied by Shapiro. 

Stars are observed to occur much less frequently than do single 
cosmic-ray particles. At 10,000 ft., for example, Hazen found, in 
8,500’ cloud-chamber photographs, 8,678 sharp tracks made by pene- 
trating particles and only 58 stars. The frequency of stars increases 
very rapidly with altitude, about in proportion to the number of large 
showers or bursts. Shdanow obtained m photographic plates 8 stars 
per square meter per hour at sea level, but 400 at an altitude of 5,000 
meters.^ 

Star particles are piesumed to represent the products of nuclear 
disintegrations that are produced in some way by the cosmic rays. 
Presumably the disintegrations result also in the emission of neutrons, 
which of course are not observed either in cloud-chamber photographs 
or in photographic films. It is possible, in fact, that all the free 
neutrons found in the atmosphere owe their origin to nuclear disin- 
tegrations induced in some manner by the cosmic rays; and such disin- 
tegrations may also give rise, directly or indirectly, to some or all of 
the protons 

240 . Mesons. — After the discovery of the latitude effect on 
cosmic-ray ionization, the belief became general for a time that the 
primary cosmic rays consist, at least in large part, of (negative) elec- 
trons. It was also beheved that the cosmic-ray tracks seen in cloud 
chambers are mostly made either by these primary electrons or by 
secondary electrons or positrons ejected by them from atoms. By 
the end of 1934, however, several difficulties with this hypothesis had 
emerged. 

Let us consider what energy an electron would have to have in 
order to penetrate the whole depth of the atmosphere. If we multiply 
an ionization loss of about 2,500 ev per cm. by the thickness of the 
atmosphere in terms of standard air, or 8 X 10® cm., we obtain 
2 X 10* ev for the total loss. This is less thaii the energies with 
which most of the primary rays enter the atmosphere, as inferred from 
the latitude effect (up to 10*“ ev or more — see Sec. 234). 

So far, therefore, the assumption that the primary cosmic rays are 
electrons meets with no difficulty, The picture is ch^ged completely, 

'■Ibtd , . , 

® Shdanow, Arad. Set U!S SM , vti. 4, pjs. ,266 (1940). 



SiiC 240] 


MESONS 


713 


however, when losses by radiation are included. The total loss 
becomes then, roughly, 2,500 + 3 X IQ-^E ev cm “S E denoting the 
energy of the electron; the second term represents the mean loss of 
energy due to radiation according to the Bethe-Heitler formula [Sec 
238(c)] Thus in a distance dx the mean loss is 

dE ^ — (a + hE) dx, 

where a = 2,500, 5 = 3 X 10-^- whence, upon integrating, 

® - sK' + 

Eo being the initial energy in ev at a. == 0 Thus E becomes zeio, 
and the electron stops moving, when 



or 

a: = 3 3 X lOHog (1 + 1 2 X lO^^Eo) cm 

To make x = 8 X 10^ cm , so that the paiiiicle can just leach the eaith, 
we should have to have 

QA 

log (1 + 1 2 X 10-8 i/o) = ^ = 24, Eo - 2 2 X 10 ^^ ev. 

If Eo were only 10^^ ev, which is already far above the upper limit of 
6 X 10® at which a latitude effect is possible, the range in standard air 
would be only 2 4 km Thus electrons or positrons with energy of 
ordinal y cosmic-ray magnitude could not possibly get through the 
whole thickness of the atmosphere. 

Similar dif&culties were revealed by laboratory experiments As 
we have seen in Sec 235, Rossi detected charged particles capable of 
passing through a meter of lead, which is equivalent, as regards 
theoretical energy loss, to more than the whole atmosphere. In 1934, 
Auger and Ehrenfest, using four counters and a cloud chamber in a 
vertical row, with 50 cm. of lead between the two pairs of counters, 
observed single tracks m the cloud chamber which were accompanied 
by a simultaneous discharge of all four counters ^ They concluded 
that such tracks were made by particles capable of traversing 50 cm 
of lead Highly penetrating particles were also observed by Crussard 
and Leprince-Ringuet ^ 

1 Auger and Ehrenfest, Comptes Rendus, vol. 199, p. 1609 (1934) 

2 Crussard and Leprince-Ringuet, J, de Physique et le Radtum, vol 8, p 213 
(1937) 
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The difficulty became accentuated when direct measurements were 
attempted of the loss of energy by an electron m passing through a 
layer of matter. Such measurements can easily be made in a cloud 
chamber placed in a magnetic field; it is only necessary to measure 
the difference in the curvatures of the tracks above and below the 
layer of matter, from Avhich the change in energy can be calculated 
[with a possible error of a few percent in case the mass of the particle 
IS uncertain — see Sec. 236(a)]. Extensive measurements of this sort 
were begun by Anderson in 1932, at Milhkan’s suggestion, and were 
continued by Anderson and Neddermeyer^ and others ^ In such 
observations it was found very difficult to secure consistent results 
In some cases, energy losses were observed that agreed well with the 
Bethe-Heitler theory of radiation, which had been brought out in 
1934 In other cases, especially for high-energy particles, the loss 
was certainly much less 

For a few years, it was believed by some that all of the known facts 
taken together pointed toward a breakdown of the wave-mechanical 
theory of radiation for electron energies above 10® electron-volts 
The development of the theory of showers was probably delayed for a 
time by this erroneous conclusion, since it seemed to render hopeless 
any attempt to construct a theory on the basis of accepted principles 
As the experimental work progressed, however, it gradually became 
clear that not all cosmic-ray particles are of the same nature In 1935, 
Auger suggested that the more penetrating rays might be protons 
In 1936, Anderson and Neddermeyer reported observations on the 
amount of energy lost by cosmic-ray particles in passing through a 
lead plate 3.5 mm. thick placed across a cloud chamber. They found 
that the average loss by parhcles forrmng part of showers was in approxi- 
mate agreement with the theory,® although the individual variations 
were enormous (presumably due to straggling in the emission of 
photons) . For a further test, Neddermeyer and Anderson replaced the 
lead plate by one of platmum 1 cm thick, equivalent to nearly 2 cm. of 
lead ^ It was found, on the one hand, that even shower particles of 
energy below 500 Mev could get through such a thick plate in small 
numbers, but they emerged with almost a total loss of their energy. 
This can be understood if these particles are electrons or positrons 
and are occasionally able to traverse the plate only because their 

1 Anderson, Phys, Rev , vol 41, p 405 (1932) , and later issues of the Phys Rev. 

® For references see Rev Modem Phys., vol 10, p 174 (1938), 

® Anderson and Neddermeyer, Rev , vol 50, p. 263 (1936). 

^ Neddermeyer and Andimon, PJvys, (IRev,, vol. 51, p. 884 937), 
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radiative energy losses happen to be abnormally low. The particles 
occurring singly, on the other hand, lost, as a rule, less than half of 
their energy in traversing the platmum 

The data in question and some later ones are shown in Fig. 238. 
The abscissa represents the energy with which a particle entered the 
cloud chamber, the ordinate, its loss of energy in passing through 
1 cm of platmum As we have seen (Sec 236), the kinetic energy of a 
very high-energy particle can be inferred to a good approximation 



Fig. 238. — Energy loss in 1 cm. of platinum as function of incident energy. (Energy 
calculated on assumption of electromc mass ) {Anderson and Neddermeyer ) 

from the curvature of its track without knowledge of its mass Circles 
refer in the figure to particles forming part of a shower, solid dots to 
particles that occurred alone. All points referring to particles that 
traverse the platinum must necessarily lie below the hne drawn in the 
diagram, since this hne Represents total loss of energy in the plate. 
The plot furnishes clear evidence for the conclusion that at least two 
different kinds of cosmic-ray particles occur in cloud chambers, char- 
acterized by wide differences in penetrating power. The occurrence 
of cases of an apparmt ffain of energy, however, well illustrates the 
diflioiilty of jnatog pf this type. 
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Highly penetrating particles, with energies up to 10® ev, were 
reported also by Crussard and Leprince-Einguet.^ 

Ail of the facts cited can be brought into harmony with the wave- 
mechanical theory of radiation if we assume that, unlike the shower 
particles, the exceptionally 'penetrating particles have a much smaller 
ratio of charge to mnss than has an electron, so that the radiative energy 
losses are much less As we have seen, a satisfactory theory of showers 
can be developed, using wave mechanics, on the assumption that 
showers consist of ordinary electrons, positrons, and photons The 
soft or nonpenetrating component of the cosmic rays, defined as that 
part of the rays which is absorbed by about 10 cm of lead [Sec. 237 (c)], 
may likewise consist, at least chiefly, of electrons and positrons. 
The penetrating component of the cosmic rays is then presumably to be 
identified ivith the penetrating particles that are observed in cloud 
chambers What is the nature of these particles? 

Can they be protons? A proton of cosmic-ray energy would suffer 
no appreciable loss by radiation in passing through matter, losing 
energy only by ionization, and so would be much more penetrating 
!.ha n an electron. The following objections can be raised against 
the assumption that the particles in question are protons: 

1. Since more than a third of them carry a negative charge, as is 
shown by the direction of curvature of their tracks in the cloud cham- 
ber, it would be necessary to admit the existence of negative protons, 
for whose existence there is no other evidence. 

2 The tracks of the penetrating particles are scarcely distinguish- 
able from electron tracks, whereas a proton of energy below 2 X 10* ev 
should make a track many times heavier. If the penetrating particles 
are protons, they ought often to be seen close to the end of their 
range, moving slowly enough to cause dense tracks. Careful search 
by several investigators has failed to reveal an appreciable number 
of such tracks in cloud chambers.® 

3. The distribution in energy of the high-speed electrons ejected 
from atoms by penetrating particles does not agree well with that 
obtained from theory on the assumption that these particles are 
protons, but would be consistent with a mass several times smaller * 
In view of these considerations, it was concluded that the pene- 
trating cosmic-ray particles are probably a new type of particle, with a 
mass intermediate between the masses of the electron and the proton. 

1 Cktjssahd and LBPBiNCB-RiNOtrET, J. de Physique le Radium, vol. 8, p. 
213 (1937) 

“ Cf Rev Modern Phys , voL 10, p 01938). 

‘Ibid, -vol 11, p 203 (1939). 
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From Eq (349), it is evident that the mass would only have to be 
10 to 20 times the electromc mass in order to reduce the radiation loss 
to small proportions and so make the particles highly penetrating 
Various names were proposed for these new particles, they are com- 
monly called mesons or mesotrons ^ 

241. Properties of Mesons, (a) Mass . — The mass of rapidly 
moving mesons is not easy to determine mth precision. The curva- 
ture of the track of a meson in a magnetic field gives at once its momen- 
tum (Sec 236), provided its chaige is assumed to be of electronic 
magnitude To find the mass, either the speed or the energy must 
then also be known The speed can be inferred, usually with low 
accuracy, from the degree of lomzation produced (Sec 236) , the energy 
can be inferred from the total range m the gas, provided this can be 
determined. An alternative method of finding the mass is to study 
those close colhsions of mesons with atomic electrons in which the 
electron is ejected with high velocity.^ 

One of the first good observations by the lomzation method was 
made by Street and Stevenson,® who obtamed a track in a cloud 
chamber under 11 cm of lead wnth ffp = 9 6 X 10^ oersted-cm and a 
specific ionization about six times as great as in normal thin tracks. 
If the particle entered from above, its sign was negative The heavy 
lomzation would be explained if this particle had a mass 130 ± 30 
times the electromc mass It certainly w^'as not a proton, for, if it 
had been, its energy would have been only 4 5 X 10^ ev [by Eq (346) 
in Sec 236] and a proton of this energy is known to have a range of 
only 1 cm m standard air, whereas the track in question was clearly 
visible over a length of 7 cm A thousand counter-controlled expan- 
sions were necessary to obtain this single useful track 

Values obtamed for the meson mass have ranged from 30 to 1,000 
but are usually between 150 and 250, more often below 200 than above 
it ^ A favorite guess has been 200 It may be that the mass is not 
the same for all mesons Perhaps this question cannot be settled 
until mesons can be produced in the laboratory. 

(6) Mean Life of Mesons . — Since mesons apparently occur on the 
earth only as cosmic-ray particles, those that enter the lower part of 

1 Meson is the neuter form of the^ Greek adjective “mesos,’' meaning middle; 
it should be pronounced “meezon.” In mesotron, apparently, a meanmgless 
fragment of the word, electron, has been added. 

2 For a discussion of methods see Hughes, Phys Rev , vol 69, p. 371 (1946). 

3 Street and Stevenson, Phys Rev , vol 52, p 1003 (1937). 

4 Cf Bethe, Phys. Rev , vol 70, p 821 (1946) , Hughes, Phys. Rev., vol 71, 

p 387 (1947) 
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th^e atmosphere must somehow be destroyed. Perhaps to some extent 
they are absorbed in some manner by atomic nuclei. At least three 
lines of evidence, on the other hand, indicate that mesons may decay 
spontaneously. To conserve electrical charge, it is assumed that in 
such cases a positive or negative electron replaces the meson; and, to 
preserve the conservation of both energy and momentum, it is assumed, 
in analogy with the theory of jS-decay, that a neutrino is also emitted, 
the electron and the neutrino carrying off between them the momen- 
tum of the meson, and also its excess rest energy in addition to its 
kinetic energy. 

1 For one thing, such a spontaneous decay of the mesons would 
explain the slight decrease in the cosmic-ray intensity with rise of 
atmospheric temperature For, at given barometric pressure, a 
higher temperature means that the atmosphere extends farther upward 
from the earth, so that the mesons, which appear to be the chief car- 
riers of cosmic-ray effects downward, have farther to go and more of 
them perish on the way.^ The mean life of a meson, when at rest, 
has been estimated from this effect as 3.4 X 10“® sec. 

2. Data of another sort pointmg to the existence of mesotron decay 
were obtained by Rossi, Hilberry, and Hoag ^ Using a vertical 
counter telescope, with 12.7 cm. of lead between the counters in order 
to stop the soft component of the cosmic-ray particles, these experi- 
menters compared the meson intensities at four different elevations 
near latitude 50^, mz , at Chicago (180 meters) and stations at 1,616, 
3,240, and 4,300 meters in Colorado. The observed increase of 
meson intensity with altitude was ascribed to a combination of absorp- 
tion and disintegration of the mesons in the intervening vertical air 
mass At each station except Chicago, the absorption in a thickness 
of graphite equal to 87 grams cm."^ was also determined. Carbon 
has the same ratio of electrons to mass as have nitrogen and oxygen; 
therefore, the true absorption of mesons m the two mediums should 
be about the same. Nevertheless, only about half as many mesons 
were found to be stopped by the graphite as by an equal mass of 
atmospheric air. The greater apparent absorption m the air may be 
due to spontaneous disintegration of the mesons during the longer time 
it takes them to traverse the air. 

On this assumption, it was calculated from the data that a meson 
of cosmic-ray energy would travel in a vacuum an average distance 
of 9 5 km., occupying a time of 3.2 X 10“^ sec., before disintegrating. 
For a meson at rest, the mean life would then be about 2 X 10^® sec , 

1 BiiACKETT, Phys. Rev,, vol 54, p. 973 (1938). 

2 Bossi^ Hilbeert^ and Hoag, Phys, Rev ^ vol 57^ p 461 (1940). 
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the longer time for the moving one being due to the relativistic effect 
on time scales (Sec. 61); the mean life of a meson has a fixed value in 
that frame of reference in which it is at rest. 

It may be remarked that the data just mentioned gave for the 
apparent mass absorption coefficient of the mesons in air, near sea 
level (70 cm. Hg), ju/p = 0.8 X 10”^, increasing to 2.4 X 10'^ at 48 cm. 
Hg In carbon, the data gave p/p = 0 4 X 10“® near sea level. This 
latter figure is in rough agreement with the value of 0 55 X lO*"^ found 
by Rossi for the penetrating component of the cosmic rays in lead near 
sea level (Sec. 235). The two measurements are probably not strictly 



Fig. 239. — Diagram of the experimental arrangement for the study of meson decay. 

comparable because of differences in the loss of intensity due to 
scattering in the two cases. 

3. A third and much better method for the measurement of meson 
lifetimes is based on the idea of catching them and holding them at 
rest until the decay electron is emitted.^ The experimental arrange- 
ment is interestmg and is diagrammed in Fig. 239. Pi is a lead block 
thick enough to transmit only mesons. Some of the mesons are 
stopped in the brass block A, where some or all of them decay, emit- 
ting an electron, which is very hkely to pass through one of the counters 
P. Qounters P, connected in paraUel, counters Ai and A 2 , and coimt- 

I ISTnitE^ON and Eos®r, vdl. 64^ 5^^ 199 (1943) ; see also vol 6^, p 417 

(1942). 
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ers B, connected in parallel, all feed in coincidence into circuit C 
Counters M, connected in parallel, also feed into C but in anticoin- 
cidence with the other counters; te , C responds only when counters 
LAiAtB all act within a miUisecond or so of each other whereas all of 
the counters M do not act. In such cases it is clear that no particle 
passed through M, hence it is practically certain that LA 1 A 2 B w^ere 
not activated by a single meson passing through all of them, which 
would also have passed through one of the counters M. B might 
have been activated by a meson scattered widely in the absorber A, 
or by an electron ejected from A, but such occurrences will be very 
rare. It is thus practically certain that C responds only when a 
meson has stopped and decayed in A, with emission of an electron 
that activated one of the counters B 

To measure the time spent by the meson m A before decaying, 
counters Ai, A^, and B are also coimected to a time circuit T in such a 
way that, when a coincidence A 1 A 2 is followed after a certain mterval 
of time r by a pulse from B, T emits a pulse whose amplitude is pro- 
portional to T. Finally, the recorder R records with a pen the magni- 
tude of the pulse received from T, but only in case a pulse is simul- 
taneously received from circuit C, indicating that an event of the 
desired kind has occurred 

It was assumed that the meson decay followed the exponential 
law that IS f amiliar in radioactive decay; thus, life periods of all pos- 
sible magnitudes will be obtained from individual mesons, and their 
average will be the mean life, independently of the time already 
spent by the mesons before entering the absorber. The exponential 
law of decay was verified from the observations; and the mean life of a 
meson at rest was found from the decay curve to be 2 15 ± 0 07 X 10“* 
sec 

If the pnnciple that underhes the experiment just described is 
correct, the tracks of decay electrons ought frequently to be seen in 
cloud chambers. In a few cases a rather heavy track, presumably 
made by a slowly moving meson, has been seen to be continued with 
an abrupt change of direction by a thin track, presumed to be that 
of the decay electron.^ But more frequently, apparently, heavy 
tracks have been seen to stop in the gas without any continuation- 
Final clarification of the atuation must jnrobably await laboratory 
experimentation. 

(c) Origin of Mesons . — If meson® are Subject to rapid spon- 
taneous decay, they cannot possibly be thediselvm the primary cosmic- 
ray particles ; they must be produced sMneiiow in tbo upper atmosphere, 
1 Cf. Phya Rev , vol. 62, p 562 (1942). 



Sec 241] 


PROPERTIES OF MESONS 


721 


and for the most part, m view of their distribution in altitude, at great 
heights above the earth. 

At this point the speculation published by Yukawa in 1935 is of 
interest ^ He suggests that the attractive field which holds nucleons 
(protons and neutrons) together m nuclei may well involve the existence 
of quanta” of some sort, in analogy with the photons that appear 
in the electromagnetic field in association with the forces between 
electrical charges. Folloiving up this analogy and speculating as to 
the probable form of the correct mathematical theory, he concludes 
that the new quanta should carry an electrical charge, positive or 
negative, equal in magnitude to that on an electron, but should have 
a mass about 200 times as great This speculation may well constitute 
a long step toward the correct theory of the mesons. If so, it may be 
concluded that mesons are generated in close collisions between 
nucleons It is thus an attractive hypothesis that the primary cosmic- 
ray particles are protons and that they generate the mesons in 
impacts upon molecules of air. This hypothesis, however, still awaits 
confirmation (in 1946) 

On the other hand, many observers have obtained evidence that 
at high altitudes mesons may be generated to a small extent in solid 
bodies upon which no charged particle is incident. The generating 
agent in such cases is presumed to be either photons or neutrons. 
To provide the rest energy of the meson, the photon energy would have 
to be of the order of 100 Mev The effect increases rapidly with 
altitude. 

In the investigation of Tabm^ an elaborate arrangement of counters 
was employed m order to select cases in which only mesons were 
present, natural or generated, and a large cap of closely spaced coimters 
was placed over the generating body in order to detect and eliminate 
all cases in which a charged particle was incident on this body from 
above The body generating mesons was a block of paraflin, iron, 
or lead of variable thickness up to a maximum of 11.4 cm., or up to 
57.2 cm of paraffin. Observations were made at Echo Lake (altitude, 
10,600 ft.) and on Mt, Evans (14,200 ft.). 

With paraffin as the generating agent, saturation in the production 
of mesons was not reached even at the maximum thickness of 67.2 
cm. With lead, on the other hand, fewer mesons were obtained from a 
layer 11 4 cm. thick than from a layer only a few centimeters thick. 
These facts are m ap*e«ient with the assumption of phMom as the 
causative agent, tince it should take a meter or so of paraffin to absorb 

* Phya. MaM. jPmJ., voL 17, p. 4B (1935). (la EagHsh ) 

JK#;, p« Si (1944)- ' > ^ ^ ' 
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the photons (mainly by pair production), whereas all photons would 
be absorbed by a few centimeters of lead, and an additional thickness 
of lead would then merely stop some of the mesons that had already 
been generated. As was also found previously by Schem, Jesse, and 
Wollan, the production of mesons seemed to increase about in pro- 
portion to the intensity of the soft component of the cosmic rays, 
which is believed to contain an appreciable number of photons of 
energy exceeding 100 Mev. If the mesons are generated by the 
impact of these photons upon the atomic nuclei, the cross section for this 
process, to account for the observations, would be 4 or 5 X 10""^® cm ^ 
in paraffin or iron and 1 X lO""^^ cm.^ in lead, and thus would be 
comparable with the cross-sectional area of the nucleus itself 

The study of mesons is obviously in its infancy. The student 
should consult the literature from 1947 on for further developments. 

242. Mesons and Electrons in the Atmosphere. — Many observa- 
tions of the principal cosmic-ray particles as they occur in the atmos- 


O" O" 


IB'iG. 240. — Diagram of a counter arrangement for the study of ionizing particles 


phere have been reported, but it is not easy to bring them all into 
harmony. The discussion will be linadted here chiefly to conclusions 
that appear to be well established. 

The experimental arrangements vary greatly. Some observers use 
cloud chambers, with or without a magnetic field, others use large 
iomzation chambers for the study of bursts, and others use Geiger 
counters in vanous and often elaborate combinations. Sometimes 
Geiger counters are connected in '^anticpincidence/^ For example, 
^n arrangement such as that sketched in Fig. 240 may be used to 
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count only particles that do not form part of a shower For this 
purpose, counters D are connected m parallel with each other, and this 
pair is then connected, by means of suitable electric circuits, in “anti- 
coincidence’’ with ABCj which are in coincidence with each other; t,e , it 
is arranged that a ^ ‘ count ’ ’ shall be registered only when, simultaneously^ 
Ay By and C all act and neither of counters D acts. Thus a coimt is regis- 
tered only if a particle passes through A, B, and C but no other par- 
ticle passes simultaneously through either of the counters D. Another 
example of anticomcidence connections was described in Sec 241 (f?). 
Alternatively, the shower-producing power of particles traversing A 
can be determined by inserting shower-causing material between A 
and B and connecting all counters in coincidence. Then, to be 
counted, a particle must pass through ABC and also give rise to at 
least two shower particles which pass one through each of counters D. 
In either case, if at least 10 cm. of lead is inserted between B and C, 
the count will be restricted to mesons as the incident particle. 

Identification of particles within the cloud chamber is often not 
easy.^ A particle that passes through several centimeters of lead 
without initiating a shower is almost certainly not an electron If it 
is a proton, it will ionize a gas about twice as heavily as a meson 
unless its energy is extremely high (above 300 Mev). Because of its 
large mass, a proton is capable of producing in a gas many 5-rays or 
secondary electrons of high energy, whose tracks are visible as short 
sidetracks along the almost undeviated track of the proton. Tracks 
of slow mesons are hard to distinguish from those of electrons, except 
at very low speed, where the ionization is exceptionally heavy over a 
considerable range. 

(a) Count of the Particles — Excellent statistics on the number of 
particles occurring naturally in the atmosphere were reported by 
Greisen ^ He used a telescope of six counters of the usual cylindrical 
form with their axes 7.3 cm apart; the counters were made of brass 1 
mm. thick, of internal diameter 4.24 cm., and contained collecting 
wires 20 cm. long. The telescope could be turned so as to count 
particles traveling at various inchnations to the vertical and also in 
various azimuths around the vertical. The following counts were 
made: 

1. Mesons with momentum above 3.0 X 10® ev/c and energy, 
therefore, roughly above 350 Mev, obtained by counting coinoi- 

1 C/. Hazen, Phys. Rev.j vol. 67, p. 67 (1944); PowBiiL, Phys. Rev , vol, 69, p. 
m (1945). 

» Qimmmy Ph&^ Mev^ jol 61,, p. j^l2? 094?)- 
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deuces between all six counters with 13 cm of lead interposed in 
the form of 2-cm. blocks between the successive counters and 
3 cm. above the top one 

2. Electrons with energies above about 20 Mev, and also slow 
mesons stopped by 13 cm. of lead, by repeating the count with 
all lead removed and noting the increase in the number of 
particles as observed 

3. Electrons having energies roughly between 4 and 20 Mev, 
obtained as the difference between the number of twofold 
coincidences between the two extreme counters, (a) when all 
lead was removed, and (b) when the intervening counters and 
their supporting wooden shelves were also removed 

Observations were made at 4 stations above 50° north magnetic 
latitide, vtz , at Ithaca, New York (elevation, 259 meters), and in Colo- 
rado at Denver (1,616 m ), Echo Lake (3,240 m ), and Mt Evans 
(4,300 m.). In all locations many obliquely moving particles were 
found, at 45° to the vertical, the numbers ran mostly from a third to 
a half of those at 90°. By integrating the curve obtained as a function 
of zenith angle, the total number of particles arriving at all angles 
was found. The results are summarized in Table I. 


Table I — Cosmic-bay Intensities in the Atmosphere 


Elevation 

259 meters 

1,616 meters 

3,240 meters 

4,300 meters 


(f)* ! 

«)t 

(v) 

(0 

(») 

it) 

(«) 

it) 

Fast mesons 

0.44 

0 68 

0 56 

0 86 

1 0 81 

! 1 21 

1 01 

1 62 

Electrons > 20 Mev,l 
and slow mesons j 

0.12 

0 14 

0 21 

0 27 

0 47 

0 52 

0.78 

0 91 

Electrons, 4r-20 Mev 

0 11 

0 23 

0.20 

0 33 

0.60 

0 74 

1 05 

1 47 

Total particles 

0 67 

1.05 

0 97 

1 46 

1.78 

2 47 

2 84 

4 00 


* Number of particles movmg aearly vertically and crossing 1 cm * of horizontal area per minute 
per unit of solid angle. 

t Total number of particles crossmg 1 cm.^ of horiiontal area per minute m aU directions 


It will be noted from Table I that near sea level the fast mesons 
are twice as numerous as the electrons, whereas at 4,300 meters elec- 
trons predominate. Below the surface of the^ ^rth, the soft com- 
ponent of the cosmic rays become further reduced with increasing 
depth below the surface, but it is never less than 10 to 20 percent of 
the hard component ^ 

1 0/. Wilson and Hughes, 'wh p. (194?) 
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At still higher altitudes than those shown m the table, on the othei 
hand, the predominance of electrons has been found to be much greater 
In Fig 241 IS repioduced a curve from a paper by Bhabha and othei s^ 
in which are plotted, m arbitrary units, as a function of the atmosphenc 
pressure, the vertical intensity of (A) mesons at 3 3° north magnetic 
latitude (Bangalore, India), as observed by Bhabha, Aiya, Hoteko, 
and Saxena; (B) mesons at 52 5° N, as inferred from the data of 



Fig 241 — Curves showing variation with altitude of (4) mesons at 3 3'*N, (B) 
mesons at 52 5°N, (C) mesons and electrons at 3 3^N, (D) mesons and electrons at 
49®N 

Schein, Jesse, and Wollan;^ (C) mesons and electrons at 3 3'^ N., as 
inferred from the data of Neher and Pichenng,^ and (D) mesons and 
electrons at 49° N as inferred from Pfotzer^s observations ^ From 
these curves it is clear that at very high altitudes the electrons increase 
n number with geomagnetic laUtvde much more than do the mesons. 

^ Bhabha, Aiya, Hoteko, and Saxena, Phys Rev , vol 68, p 147 (1945). 

2 Schein, Jesse, and Wollan, Phys Rev., vol 47, p. 207 (1935) 

^ Neher and Pickerino, Phys, Rev., vol. 61, p 207 (1942) 

^ Ppotzer, Zetts f Phystk, vol 102, p 23 (1936). 
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Apparently there are 20 percent more positive mesons than 
negative The reason for this difference is not known. 

High-frequency 'photons should also be present in the atmosphere, 
in association with atmospheric showers; but these photons are hard 
to count. At an altitude of 10,000 ft., Hazen concluded that only 70 
percent of the showers produced in lead plates were initiated by 
charged particles, whose tracks could be seen above the head of the 
shower; presumably the remaimng 30 percent were initiated by 
photons.^ 

(6) Energy Spectra — The electrons found in the atmosphere have 
energies ranging with decreasing frequency from a few Mev up at 
least to 500 Mev. At sea level, Lombardo and Hazen find, roughly, 
the following relative numbers of electrons in the energy ranges 
stated: 

Energy : 9 — 20 — 50 — 100 — 200 — 500 
Number: 100 50 40 32 24 

The mesons, on the other hand, have energies ranging from 200 
to 15,000 Mev (0 2 to 15 Bev) There is a pronounced peak in the 
spectrum which has its maximum at about 1,000 Mev or 1 Bev, 
decreases to about half height at 2 Bev, and continues into a tail 
extending to 10 Bev at sea level,^ or, with greater intensity, to 15 Bev 
at an altitude of 4,350 meters ® 

(c) Meson Showers was stated in Sec. 237(a), cosmic-ray 
showers appear ordinarily to consist entirely of electrons, together with 
the invisible associated photons. Many observers, however, have 
reported small showers composed of mesons, identified as such by 
their abihty to penetrate 10 to 15 cm. of lead. In the cloud chamber 
it can also be verified that the particles composing these showers do 
not themselves generate showers in a lead plate. Meson showers are 
especially apt to be observed at high altitudes, where they appear to 
occur at the rate of one for every 3,000 or 4,000 photographs of single 
tracks It is noted that the paths of the particles tend to diverge less 
widely than do those of electron showers. 

Shutt gives a list of references for meson showers^ and reports 
further observations of small showers generated in heavy material 
above or within the cloud chamber. Most of the apparent showers 

^ Hazen, Phys Rev , vol 65, p 67 (1946). 

2 Hughes, Phys Rev,, vol 57, p 592 (1940) 

3 Hall, Phys Rev , vol. 66, p 32 (1942). 

^ Shutt, Phys. Rev,, vol 69, p 261 (1946), see also Clay, Phymcaf vol. 9, p, 897 

(1942). 7 
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contained only 2 mesons, and of these it was estimated that all in 
which the divergence of the paths exceeded 6° could have represented 
merely the chance association of 2 independent mesons. Angles of 
divergence under 2'’ were the commonest. The mode of production of 
such showers remains obscure 

(d) Auger Showers — So far nothing has been said about the lateral 
extent of showers as they occur in the atmosphere. Their breadth 
may be considerable.^ In 1938 Auger obtained coincidences between 
two or three counters placed as much as 10 meters apart. About 60 
such showers seemed to arrive per hour at sea level, but 600 per hour 
on the Jungfraujoch (3,500 meters). At the higher altitude coinci- 
dences were found even up to distances of 300 meters The data 
indicated that the total number of particles in a shower might occasion- 
ally exceed a million, and that the primary particle to which the entire 
shower presumably owes its origin must often have an energy of the 
order of 10^® ev. 

Such showers have come to be called ^'Auger^^ showers. In a 
cloud chamber the particles produce parallel tracks resembling rain. 
Several investigations of the phenomenon have been made using 
various arrangements of counters, or of ionization chambers for the 
observation of bursts, but the data are not easy to analyze conclusively 
because of the threefold variation of (1) the particle density over the 
cross section of a shower, (2) the sizes of individual showers, and (3) 
the position of a shower relative to the apparatus. 

Interesting data are reported by Lewis, and by Kingshill and 
Lewis. ^ Simultaneous or coincident” bursts were observed in two 
ionization chambers having steel walls only 0,03 cm thick, in the form 
of spheres 36 , cm. in diameter. The frequency of bursts in these 
chambers was found to decrease rapidly with n, the number of par- 
ticles entering the chamber and causing the burst; and their frequency 
was also much less near sea level than at higher altitudes. At Echo 
Lake (Colorado; 10,650 ft.) 150 bursts, each caused by 80 or more 
particles, occurred per hour in each chamber. Simultaneous bursts 
in both chambers occurred at the rate of 15 per hour when they were 
1 meter apart; this number decreased smoothly with increasing 
separation of the chambers until it was only 4 or 5 per hour at a separa- 
tion of 10 meters. Of larger bursts caused by 240 or more particles 
there were 9 per hour in each chamber; 0.6 per hour occurred simul- 

1 AtTOKE, Comptea Emdm^ vol 206, p. 1721 ; vcL 207, p. 228 (1938) , J our. de 
Phymqm ei le Radmmj voL 10, p 39 (1939), Reo, Modem Fh/ys., vol 11, p 288. 

* Lewis, Phys. Bev.^ toL 67, p. 228 (1945); KiNasHinn and Lewis, Phys. Rev , 
vol. 69, p. 159 (1946)* Of al«o OooooNr, Rev.^ voL Tiy p. 976 (1946). 
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taneously in both chambers at 1 meter of separation, and roughly 
0.13 per hour at 10 meters. In the largest showers, at least 6,000 
particles must have struck each square meter over an area of 100 square 
meters, so that the total number of particles must have been close to a 
million At Chicago (altitude, 259 meters) the bursts were much less 
frequent; the ratio of the numbers at the two places varied with the 
size of the burst nearly as , increasing from 8 for n = 50 to 400 for 
n = 200 

Presumably such showers are imtiated by a single particle high up 
in the atmosphere. If this is so, and if the cascade theory of electron 
showers is applicable, more lecent observations indicate that the energy 
of the imtiating particle must occasionally range up to as much as 
10^^ ev or 10® Bev The cascade theory predicts the presence in a 
shower of a high-density core, from which the density of the particles 
decreases outward This conclusion from the theory appears to be 
borne out by the observations. * 

There is some reason to believe, however, that mesons may be an 
important constituent of Auger showers.® Clay, using several clusters 
of counters spaced a meter or two apart, looked for a meson component 
by dividing each cluster into two decks, one above the other, with 
10 cm of lead between them; only coincidences between two or more 
clusters and also between the two decks of each cluster were recorded. 
He concluded that about a seventh of the particles that arrived in wide 
showers were mesons. Thus it is not impossible that Auger showers 
differ in nature from the showers of diverging particles that are more 
commonly seen in cloud chambers 

(e) Relation between Electrons and Mesons in the Atmosphere . — 
In 1941 Schein, Jesse, and WoUan sent a counter telescope carried by 
balloons into the stratosphere and found that the vertical intensity 
was little affected by increasing the thickness of the absorbing lead 
from 4 to 18 cm. ; also, by establishing the absence of coincidences with 
side counters, it was shown that very few showers were produced in 
the lead.® The conclusion was drawn that at great heights the cosmic 
rays consist almost exclusively of mesons; at least, very few electrons 
of energy between 10® and 10‘® ev are present It was accordingly 
suggested that all the cosmic-ray electrons that are found in the 
atmosphere owe their origin ultimately to the mesons, being either 
generated by meson decay or ejected as negative “knock-on” electrons 

' Lapp, Phys. Rev , voL 64, p. 129 (1943). 

* Clay, Phystca, vol. 9, p. 897 (1942); Ro«k«inski, Phys. Bee., vol 65, p. 291, 

(1944) . ; 

* ScHEHN, Jesse, and Wollan, Phys vol, 59, p. 615 (1941). 
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from atoms, and then multiplied to a hmited extent by the cascade 
process 

Fair success has attended efforts to verify this hypothesis by calcu- 
lating the number of electrons of vanous energies that should accom- 
pany the observed distribution of mesons in their passage downward 
through the atmosphere. The total number of electrons and slow 
mesons taken together was calculated by Rossi and Greisen and was 
found to agree roughly with the observed number of '^soft^' particles 
at low altitudes, but not at high,^ Stanton, however, finds fair 
agreement for electrons of various energies above 50 Mev at elevations 
of 3,000 to 4,000 meters.^ Lombardo and Hazen extended the agree- 
ment at sea level to the energy spectrum * 

The contribution of the knock-on electrons is relatively rather 
small, especially at higher altitudes in the atmosphere Furthermore^ 
multiplication in cascade showers is relatively unimportant; at sea 
level, shower electrons constitute probably not more than one-thirtieth 
of all electrons present Thus, it appears that cosmic-ray electrons 
probably arise chiefly from decay of the mesons. 

243. Conclusion. — In this chapter, as proposed at the beginning, we 
have discussed only the most important topics in the field of cosmic 
rays, and especially those concerning which defimte conclusions appear 
to have been reached. In the literature the student will find informa- 
tion concerning other minor features, and many speculations in regard 
to the nature of the basic particles themselves 

For example, small variations in cosmic-ray intensity at a given 
station have been detected, in addition to the variation with tempera- 
ture, but the significance of these variations is uncertain.'^ There 
appears to be a diurnal variation with a maximum at noon and a 
minimum at midnight, the extreme range being roughly 0 4 percent 
A slight variation in step with the sunspot cycle has also been detected.® 
Such a variation may be caused either by the presence of cosmic rays 
coming directly from the sun or by the deflecting effects of the sxm^s 
magnetic field upon particles approaching from outside the solar 
system. 

These variations are obviously important in connection with the 
problem of the nature and origin of the primary cosmic rays. What are 

^ Eossi and Gkbisen, Phys. Reo.j vol. 61, p. 121 (1942), 

* Stantok, Phys. Rev., vol 66, p 48 (1944) 

^XOMBAnno and HUziBasr, Phys, Bm., voL 68, p 59 (1945). 

* Rm. Modem Phys*^ vol. 11, 153-190 (1939); WXef!Lb«, Bdo. 

vol 14, p. W (1,941>; NmkMre; voL 158, p. 196 (1946). 

» Bnoacox, jRler,, vci 62, p. 508 (1942). 
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they, where do they come from, and how do they acquire their enor- 
mous energies? 

It was shown in the balloon observations of Schem, Jesse, and 
Wollan that electrons are not present in appreciable numbers at high 
altitudes,^ hence the primary particles cannot be electrons. Mesons 
are ruled out by their short fimte life; they must be secondaries pro- 
duced somehow by the primary particles In low latitudes, more 
mesons are observed to arrive from directions west of the zenith than 
from directions east of it. Shower particles do not show this effect.^ 
Now, as was explained in Sec 233, the theory of the motion of charged 
particles through the earth’s magnetic field mdicates that such 
particles, if their energy lies m a certain range, should arrive at the 
top of the earth’s atmosphere predominantly from the west or from the 
east according as they carry positive or negative electrical charges 
Johnson concluded in 1938, from an analysis of all the data, that the 
part of the cosmic rays that causes the variation of ionization with 
latitude must consist entirely of positive particles.® He favors the 
hypothesis put forward 4 years earher by Compton and Bethe^ and 
mentioned in Sec 241(c) that the primary particles are protons 

Mention should be made, however, of the remarkable speculation 
published by Millikan, Neher, and Pickering in 1942.® They suppose 
that ‘'in the depths of space” it is possible for a light nucleus to become 
converted into a pair of rather light charged particles (or perhaps 
photons), each of which carries as kinetic energy half of the rest energy 
of the original nucleus. From spectroscopic evidence it appears that 
in ring nebulae by far the commonest elements are hydrogen, helium, 
carbon, nitrogen, oxygen, and silicon; it may be inferred that these 
atoms are also common among those scattered through interstellar 
space. Conversion of the nuclei of these atoms into pairs would 
provide five bands of cosmio-ray particles capable of reaching the earth 
in spite of the sun’s magnetic field. The energies of these bands, in 
billions of ev, would be as follows: He, 1.9; C, 5.6; N, 6.6; 0, 7.5; Si, 
13.2. The silicon rays could reach even the equator; the other four 
would form plateaus in the cosmic-ray spectrum, terminating at 

^ ScHBiK, Jesse, and Wolean, Pkys Rev , vol 59, p. 615 (1941). 

2 Cf Rev, Modem Pkys,j vol. 10, p 228 (1938). 

3 Johnson-, Rev, Modem Phys , vol, 10, p. 232 (1938). See also Swann, 
Frank, Inst vol. 226, p. 757 (19^). 

4 Compton and Bethb, NaMire^ vol 134, p. 734 (1934). 

® Millikan, Neheb, and Pickekino, Phys, Rev,, voL 61, p 397 (1942); Vol 
63, p 234 (1943) , vol 66, p. 295 (1944); NaJtmre, voL 151, p. 663 (1943) See also 
Kusaka, Phys, Rev., voL 66^ p. 354 (1944); Wab®eN| P^s^ Rev., vol- 66, p. 252 
(1944). 
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vanous distances from the equator Millikan, Neher, and Pickenng 
beheve that the existing data actually indicate the existence of such 
plateaus 

Perhaps the riddle of the primary cosmic rays will not be solved 
until observations can be extended with the aid of rockets to much 
higher altitudes than have yet been reached. 

In the meantime, there are signs that the center of greatest interest 
in experimental physics may now be shifting back into the laboratory 
Plans are on foot to produce ever larger voltages in particle accelerators 
of various sorts. An era of high-speed particles seems to be dawning 
in the laboratory, and also an era of big physics, with millions of dollars 
spent on a single instrument. It will be a dramatic day when mesons 
are for the first time generated in the laboratory. Further surprises 
may also be in store for the physicist as the available energy of bom- 
barding particles rises m the laboratory to a billion volts and more. 




APPENDIX I 

Isotopic Constitution of the Elements 
The data m this Appendix have been taken from the sources listed below , 
chemical atomic weights being taken from the first paper listed and relative 
abundances of isotopes from the last 

Hahn, FlUgqe, and Mattauch, Phys Ze%ta vol 41, p 1 (1940), Barkas, Phys Reu 55, p 
691 (1939), Dempster, Phys Reo , vol 53, pp 74, 869 (1938), Aston, Roy Soc , Proc , vol 163, p 
391 (1937) , Pollard, Phys Rev , vol 57, p 1186 (1940), Birge, Rev Modern Phys , vol 13, p 233 
(1941), Sfaborq, Rev Modern Phys , vol 16, p 1 (1944). 

In computing the chemical atomic weight from the isotopic weights and the 
data on relative abundance, the factor 16/16 0044 == 1/1 000275 was used to 
convert from a m u to chemical units The masses include the circumnuclear 
electrons 







Chemical atomic weight 






(0 = 

16) 

Element 

Z 

Mass 

number 

A of 
isotopes 

Atomic 

Packing 

fraction 

Relative 

mass, 
a m u 
(010 = 16) 

abundance, 



X 104 

percent 

Computed 
from relative 

Observed 






abundance 


H 1 

1 

2 

1 00813 

2 01473 

81 3 

73 6 

99 98 

0 02 

1 1 0080 

1 0080 

He 2 

4 

4 00389 

9 7 

100 

4 0027 

4 0028 

Li 3 

6 

7 

6 0169 

7 0180 

28 2 

25 7 

7 5 

92 5 

\ 6 943 

6 940 

Be 4 

9 

9 0150 

16 7 

100 

9 013 

9 02 

B 5 

10 

11 

10 0160 

11 0129 

16 0 

11 7 

18 4 

81 6 

} 10 829 

10 82 

C 6 

12 

13 

12 0040 

13 0077 

3 3 

5 9 

98 9 

1 1 

1 12 012 

12 010 

N 7 

14 

15 

14 00750 

15 0049 

5 4 

3 3 

99 62 

0 38 

1 14 007 

14 008 

O 8 

16 

16 0000 

0 

99 76 

\ 


17 

17 0045 

2 7 

0 04 

Y 16 0000 

16 0000 


18 

1 18 005 

3 

0 20 

J 


F 9 

19 

19 0045 

1 2 4 

100 

18 9993 

19 00 

Ne 10 

20 

19 9988 

-0 6 

90 00 



21 

20 9997 

-0 1 

0 27 

y 20 191 

20 183 


22 

21 9986 

-0 6 

9 73 

/ 


Na 11 

23 

22 9961 

-1 7 

100 

22 990 

22 997 

Mg 12 

24 

23 9924 

-3 2 

77 4 

1 24 323 


25 

24 9938 

~2 5 

11 5 

24 32 


26 

25 9898 

-3 9 

11 1 

J 


AL 13 

27 

26 990 

-3 7 

100 

26 983 

26 97 

Si 14 

28 

27 987 

-4 6 ' 

89 6 

1 28 125 


29 

28 987 

~4 5 

6 2 

28 06 


30 

29 983 

-5 7 

4 2 

J 


P 15 

31 

30 984 

-5 2 

100 

30 977 

30 98 

S 16 

32 

31 9823 

-5 5 

95 0 

] 


33 

32 983 

-5 2 

0 74 

[ 32 065 

32 06 


34 

33 978 

-6 5 

4 2 


36 

35 978 

~6 1 

0 016 

J 


Cl 17 

35 

34 980 

-5 7 

75 4 

} 35 462 

35 457 


37 

36 978 

— 5 9 

24 6 

A 18 

36 

35 978 

-6 1 

0 31 

i 

39 944 

38 

37 974 

-6 8 

0 06 

y 39 926 


40 

39 9750 

-6 2 

99 63 

J 


K 19 

39 

38 975 

-6 4 

93 38 

1 39 097 

39 096 

40* 

39 975 

-6 5 

0 012 


41 

40 974 

-6 4 

6 61 

; 


Ca 20 

40 

39 974 

-6 5 

96 96 



42 

41 971 

-6 9 

0 64 




43 

44 

42 972 

-6 5 

0 15 

2 06 

y 40 08 

40 08 


46 



0 003 




48 



0 19 

) 
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Element 

Z 

Mass 

number 

A of 
isotopes 

Atomic 
mass, 
a m u 
=* 16) 

i 

Packing 1 
fraction 

X 10* 

1 

Relative 

abundance, 

percent 

Chemical atomic weight 
(0 = 16) 

Computed 

from relative Observed 

abundance 

Sc 21 

45 

44 969 

1 -6 9 

100 

44 96 

45 10 

Ti 22 

46 

45 968 

-7 0 

7 95 

) 



47 



7 75 

f 



48 

47 965 

-7 2 

73 45 

V 47 88 

47 90 


49 

48 966 

' -7 2 

5 51 

1 



50 

49 963 

, -7 4 

5 34 

) 


V 23 

51 

50 960 

■ -7 9 

100 

50 95 

50 95 

Cr 24 

50 



4 49 




52 

51 959 

-7 9 

83 78 

> 52 00 

52 01 


53 

52 957 

-8 1 

9 43 




54 



2 30 

j 


Mn 25 

55 

54 965 

-8 1 

100 

54 94 

54 93 

Fe 26 

54 

53 960 

-7 4 

6 04 




56 

55 961 

-7 0 

91 57 

> 65 85 

55 84 


57 

56 961 

-6 9 

2 11 




58 



0 28 

i 


Co 27 

59 



1 100 


58 94 

Ni 28 

58 



67 4 




60 

59 959 

-b 8 

1 26 7 




61 



1 2 


58 69 


62 



3 8 




64 



0 88 



Cu 29 

63 

62 956 


70 13 

1 63 58 

63 57 

1 

1 

65 

64 955 

) -6 9 t 

29 87 




64 

63 956 

-6 9 

50 9 

66 

65 952 

-7 4 

27 3 

67 



3 9 

68 

67 956 

-6 5 

17 4 

70 

69 954 

~6 5 

0 5 
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Element 

Z 

Mass 

number 

A of 
isotopes 

s 

Atomic 
mass, 
a m u 
(Oi« = 16) 

Packing 

fraction 

X 10* 

Relative 

abundance, 

percent 

Chemical atomic weight 
(0 -= 16) 

Computed 
from relative 
abundance 

Observed 

Cs 

133 



100 


132 91 

Ba 56 

130 

132 

134 

135 

136 

137 

138 



0 101 

0 097 

2 42 

6 59 

7 81 

11 32 

71 66 


137 36 

La 57 

Ce 58 

139 

136 

138 

140 

142 

138 955 

-3 2 

100 

<1 

<1 

89 

11 

138 92 

138 92 

140 13 

Pr 59 

Nd 60 

141 

142 

143 

144 

145 

146 

148 

150 

145 960 

147 961 

149 967 

-2 8 
-2 7 
-2 2 

100 

25 95 

13 0 

22 6 

9 2 

16 5 

6 8 

5 95 


140 92 

144 27 

11 61 







8m 62 

Eu 63 




3 

17 

14 

15 

5 

26 

20 

49 1 

50 9 


150 43 

162 0 

Gd 64 


154 977 

155 976 

156 976 

-1 5 
-1 5 
-1 5 

0 2 

2 86 

15 61 

20 59 

16 42 

23 45 

20 87 


156 9 

Tb 65 

159 



100 


159 2 

Dy 66 

158 

160 

161 

162 

163 

164 



0 1 

1 5 

22 

24 

24 

28 


162 46 

Ho 67 

165 



100 


164 935 

Er 68 

162 

164 

166 

167 

168 

170 



0 1 

1 5 

32 9 

24 4 

26 9 

14 2 


167.2 

Tm 69 

169 



100 


169 4 

Yb 70 

168 

170 

171 

172 

173 

174 

176 



0 06 

4 21 

14 26 

21 49 

17 02 

29 58 
13.38 


173.04 

Lu 71 

175 

176>^ 



97 5 

2 5 


174.99 
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Element 

Z 

Mass 

number 

A of 
isotopes 

Atomic 
mass, 
a m u 
(018 = 16) 

Packing 

fraction 

X 104 

Relative 

abundance, 

percent 

Chemical atomic weight 
(0 « 16) 

Computed 
from relative 
abundance 

Observed 

Hf 72 

174 

176 

177 

178 

179 

180 



0 18 

5 30 

18 47 

27 13 

13 85 

35 14 


178 6 

Ta 73 

W 74 

181 

180 

182 

183 

184 

186 



100 

0 2± 

22 6 

17 3 

30 1 

29 8 


1 180 88 

183 92 

Re 75 

185 1 

187 


i 

38 2 
bl 8 


186 31 

Oa 76 

184 

180 

187 

188 

189 

190 

192 

190 038 

192 038 

+2 0 

2 0 

0 018 

1 59 

1 64 

13 3 

26 1 

26 4 

41 0 


190 2 

Ir 77 

191 

193 

191 040 

193 041 

2 1 

2 1 

38 5 
bl 5 

j 192 22 

193 1 

Pt 78 

192 

194 

195 

196 

198 

194*040 

195 040 1 

196 039 

198 044 

2 0 

2 0 

2 0 

2 2 

0 8 

30 2 

35 3 

26 6 

7 2 

1 195 14 

195 23 

Au 79 

197 

i 197 039 

2 0 

100 

196 99 

197 2 

Hg 80 

196 

198 

199 

200 

201 

202 

204 

i 

200 028 

1 4 

I 

0 15 

10 1 

17 0 

23 3 

13 2 

29 6 

6 7 


200 61 

n 81 

203 

205 

203 067 

205 057 

2 8 

' 2 8 

29 1 

70 9 

1 204 42 

204 39 

Pb 82 

204 

206 

207 

208 

204 058 

208 057 

2 8 

2 7 

1 5 

23 6 

22 6 

52 3 


207 21 

Bi 83 

Fo 84 
— 86 

Rn 86 
— • 87 

I 209 

i 222* 

209 055 

2 6 

100 

209 00 

209 00 

222 

Ra 88 

Ao 89 

223* 

1 224* 

226* 
227* 





226 06 

Th 90 

Pa 91 

282* 

231* 


6 2 

100 

232 06 

232 12 

U 92 

234* 

236* 

238* 

238* 14 

5 6 

0 006 

0 71 

99 28 

^ 238 06 

238 07 


* Radioactive. 
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SOME USEFUL CONSTANTS AND RELATIONS 


(Except m ao, mc^, kT at 15®, the last figure given is uncertain) 


c 

F 

e 

m 

e/m 

Ml 

h 

R 

No 

I 


velocity of light ^ 

the faraday^ . ... 

electronic charge^ 
electronic mass (Sec 38) 
ratio of electronic charge to mass^ 
mass of atom of atomic weight 1 (Sec 
atomic mass unit (Sec 195) 

Planck's constant^ 

universal gas constant 

Avogadro's number (Sec 42) 
Boltzmann's constant (Sec 42) 
Stefan's constant^ 


2 9978 X 10^° cm sec 
9,648 8 e m u mole“^ 

4 803 X 10'^° e s u 

0 9107 X 10”2^ gram 

1 7592 X 10’’ emu gram”*^ 

1 6604 X 10-24 gram 

1 6599 X 10-24 gram 
6 610 X 10-27 erg sec 
jS 315 X 107 ergs deg mole-^ 
[82 06 cm ^ atm deg-^ mole-' 
6 023 X 1023 mole-1 
1 381 X IQ-i® erg deg -i 

5 735 X 10-^ erg cm “2 gee 
deg -4 


R^ Rydberg’s wave number i 1 0973730 X 10^ cm -i 

Mn/m ratio of masses of hydrogen atom and elec- 
tron (Sec 97) , 1,837 

Jl2 

ao — 7—^ — ; radius of smallest Bohr orbit in 

hydrogen (Sec 94) . 5 27 X 10-® cm 

a = ^‘fine-structure constant" (Sec 135) 0 007314 — 1/136 7 

1 electron-volt (ev, Sec 96) = 1 601 X IO-12 erg 

Mic2 rest energy of 1 atomic mass unit (Sec 206) 932 X 10® electron-volts 

mc2 rest energy of the electron (Sec 206) 0 511 X 10® electron-volts 

kT at 15°C [T ~ absolute temperature — 288 1®K ) 0 0248 electron-volts 
If hv = eVv/SOO {Vv — potential difference in volts or energy in electron-volts), 
\ — c/v, Xa = X X 10* = wave length m angstroms, i' — 1/X oi waves 
per cm. (Sec. 99), 




_ 12,378 


V = 8,079 


1 Birgh, Rev Modern Phya , vol 13, p 233 (1941) 

3 Dunnington, Rev Modern Phys.^ vol 11, p 65 (1939). 
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Boldface numbers mdicate references of special importance. 


A 

A coefficient, Emstein’s, 281—283 
Aberration of light, 29 
Abraham, 55w , 61n 
Absorption of light, 224 
coefficient of, 14571 , 502 
by molecules, 402, 403, 406, 409, 411 
Absorption limits {see X-rays) 
Absorptivity, 142 
Activity, definition of, 625 
Adams, 53n. 

Ader, 450n 

Adiabatic principle, 372 
Ageno, 653n 
Agostino, 618n. 

Air pump, invention of, 20 
Aiya, 725 
Alberti, 85n 
Alhazen, 10 

Alkali metals, doublet separations of, 
338 

spectra of, 321—329, 335-338 
term energies of, 326 
Allen, 438, 646 

Allison, 477n , 499n , 505n , (fig ) 513, 
517 

Alpha rays or particles, 554-561 
range of, 557-560 
scattering of, 197-199 

anomalous, 589 * 

theory of, 59^596 

{See also Kuclear reactions) 
Alvarez, 644 
Amaldi, 616n., 618 
Amp^e, 38 
Anaxagoras, 5 

Anderson, 598, 599, 600n, 693, (fig) 
694, 714, (fig ) 716 
Andrews, 605n, 

Angstrom, 185, 188 


Angstrom (== 10“® cm ), 185 
Angular momentum, of atom, 318—321, 
348 

with one electron, 273-276, 280 
in Bohr^s theory, 205-209 
of electron m central field, 290 
m magnetic field, 378 
measurement of, 390 
of molecule, 401, 405, 413 
of nucleus, 392, 393 
table of, 394 

orbital and spm, 286, 332 
principle of, 28 
as vector, 273-276 
Arago, 36, 41 
Archimedes, 9 
Argon, central field for, 295 
Aristarchus, 9 
Aristotle, 6-9, 14 

Aston, 545, 546, 550n., 552n , 584, 733 
Atom, Bohr theory of, 204-210, 233 
early views of, 195 
nuclear theory of, 193-203 
static, 299 

wave-mechanical theory of, for com- 
plex atoms, 288, 293-298 
for one-electron atoms, 272—280 
Atomic heat, 424 

Atomic mass unit (a m u.)> 550, 585, 742 
Atomic numbers, 202, 298, 480, 733 
(table) 

Atomic weights, 551 
table of, 733 

Auger, 534, 659n , 699, 713, 727 
Auger effect, 533-536, 570 (in nucleus) 
Avogadro's number, 85, 163, 742 

B 

B coefficient, Einstein's, 281-283 
Bhabha, 702n , 706n , 725 
Bacher, 2307^., 336n., 623n , 62471, 
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Back, 377, 387, 395n., 396 
Bacon, Roger, 10 
Backlm, 84, 527n 
von Baeyer, 569n. 

Bainbndge, 548, (fig ) 549 
Baker, 623n , 624n 
Balard, 36 

Baldwin, 626n. , 638, 654n 
Balmer, 188, 189 

Balmer senes, 188, (photographs) 189, 
215, 343, 344 
Bands, 399 

branches and systems of, 415-416 
electronic, 401, 415-419, (photo- 
graphs) 418 
head of, 399, 417, 418 
from isotopes, 419 
rotation, 400, 409, 419 
vibration-rotation, 400, 404 
effect of temperature on, 410 
in relation to heat of dissociation, 
409 

in relation to rotation bands, 409 
Barkas, 733 

Barkla, 196, 459, 462, 463, 465-468 
Barnes, 536n, 

Barometer, invention of, 20 
Barschall, 642n 
Bartholinus, 36 
Battat, 624n, 

Bearden, 476, 525n , 527n , 540n. 

Beattie, 437n 

Becker, J A , 517, 576 

Becker, R , 55w 

Becker, R A , 646n , 648 

Becquerel, 554 

Bennett, 664n , 678 

Benoist, 185ti , 455 

Berlin, 615n. 

Bernouilli, 28 
Bertin-Sans, 457 

Beta rays or particles (^±), 554, 555, 
567, 628-629, 645, (pairs) 647-648 
origin of, 570, 595 
primary and secondary, 567, 570 
(See also Nuclear reactions) 
spectra of, 569 
Betatron, 613 

Bethe, 255, 560w , 580, 588n , 602n , 
609n., 626n , 703, 709n , 730 


Bierens de Hahn, 181 w 
Biot, 36, 38 

Birge, 74, 84n, 183n , 192n , 21 In, 
212n , 217, 499n , 733, 742 
Black, 29 

Black body or surface, 142 
Black-body radiation, 145-146, 154-160 
magnitude of, 151, (fig ) 158, 179, 
183 

Planck^s law of, 178-183, 283 
Rayleigh- Jeans formula for, 160, 169 
Wien^s formula for, 159 
Blackett, 579, 600n , 686, 718n, 

Bless, 518 
Blewett, 613n. 

Bloch, 518n , 533n , 702n. 

Bohm, 615n 

Bohr, 184, 203, 204-213, 233, 234, 528, 
652 

BoUman, 499n 
Boltzmann, 149 

Boltzmann distribution law, 231 
Boltzmann ^s constant, 97, 163, 742 
Bonner, 630, 641, 644, 649 
Booth, 653w. 

Born, 112n , 236, 438 

Bothe, 518, 521n., 569n , 576, 682, 683 

Bowen, 680, (fig.) 681 

Bradley, 29 

Bragg, 470, 473, 474, 478, 479, 505ri 

Bragg planes, 470 

Bragg^s law, 472 

Brahe, Tycho, 17, 29 

Breadth of spectral hnes, 396-399, 536 

Breit, 593n. 

Bretscher, 580 
Brewster, 14n. 

Brickwedde 393n.. 

Erode, 690 

Brogh^, de, 236-239, 242, 245, 259 
Broussard, 697n. 

Broxon, 729n. 

Brubaker, 641 
Bruche, 675n. 

Buguet, 464 
Buisson, 397 
Bunsen, 36 
Burkhardt, 519 
Burmdster, 407 
Bursts of ionization, 695 
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C 

Cabeo, 20 
Cady, 54 In 

Calcite crystals, 476, 477 
Cameron, 660--662 
Canal rays, 388 
Cano, 227 
Carlisle, 37 
Carlson, 705 n. 

Carnot, 33 
Cathode rays, 80 
Cavendish, 30, 31 
Cavendish Laboratory, 48 
Celsius scale, 29 

Chadwick, 555n , 556n , 563n , 572n , 
574, 577-580, 600n , 615, 639-641, 
689n , 71 In 
Chain reactions, 656 
Chakrabarty, 705n. 

Characteristic frequencies, 429-431, 439 
Characteristic functions, 270 
Characteristic temperatures, 434 
Characteristic values, 270 
Characteristic X-rays, 477-486 
Charge, field of accelerated, 63-64 
field of movmg, 60, 134 
Charge cloud, 277, 289, (fig ) 295, 297 
Charged particles, energy loss by, 701, 
(plot) 702 

ionization by, 689-691, 701 
measurement of charge, energy, mass, 
686-687, (plot) 688 
motion in magnetic field, 608, 667, 
686, (plot) 688 
of dipole, 667 
of earth, 673 

observations on individual, 571-573, 
681-686 

radiation by, 702-704 
Charlton, 614n. 

Chemical compounds of certain ele- 
ments, 303-307 
Childs, 419n 

Chlorine, specific heat for, 441, 442, 449 
Clark, 470n, 

Classical theory, difficulties of, 94-96, 
107 

Clausius, 34, 48 

Clay, 6e4n,, 667, 726n., 728 


Cleaves, 409n 
Cloud chamber, 572 
Coblentz, 179n, 183n 
Cockroft 605-608 
Cohesion, 308 

Comcidences, method of, 682 
Colby, 559n 
Collins, 638 

Colhsions of the second kind, 225 
Color vision, 48 

Compton, A H , 463, 477n , (fig ) 513, 
514, 515, 517, 518, 625, 527, 659w , 
664, 666, 678, 679, 730 
Compton, K T , 88, 89 
Compton effect, 514-522, 566, 602 
Condon, 396 
Configuration, 347 
Constable, 577n , 639-641 
Contraction, in space and time, 116, 
122-124 

Lorentz-Fitzgerald, 116-117 
Cooksey, 61 In. 

Ooohdge, 454n. 

Cooper, J N , 536n. 

Cooper, L , 8n 

Copernican system, 11, 16, 18, 29 
Copernicus, 11 
Cork, 627n 
Corpuscles, 83 

Correspondence principle, 213 
Corson, 652n , 690 
Cosmic rays, 659-731 
absorption of, m air, 660, 662 
of particles, 683, 685, 698, 715, 718 
in water, 661, 664 
energy of, 680 

ionization due to, 659-667, 682 
bursts of, 695 

variation of, with altitude, 664 
with barometric pressure, 665 
with latitude, 667, 678 
with temperature, 679, 718 
with time, 729 

mesons {see Mesons in atmosphere) 
nature and ongm of, 666, 680, 712, 
729 

neutrons, 709 
particles, 681-686 

penetrating and soft components of, 
698, 716 
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Cosmic ra>s, protons, 710 
showers of, 692-700, 707-709 
(Auger) 727-728, 730 
stars, 711 

statistics on, 722-726, 730 
transmission curves for, 697, 709 
Coster, 532n , 534n 
Coulomb, 30, 31 
Coulomb field, 289-295 
Counter telescope, 685 
Counters, Geiger or valve, 571 
Coupling, 361 
LS or Russell-Saunders, 345-357 
m molecules, (AS) 413, (12) 414 
transitional, 365 
Crane, 603n 
Crussard, 713, 716 

Crystal diffraction grating, 468, (table) 
477 

Curie, Mane, 554 
Curie, Pierre, 554 
Curie, definition of, 564 
Curie-Johot, 576, 600n., 603-605 
Cuykendall, 505n* 

Cyclotron, 610 
Czerny, 403 

D 

A 349 
d, 291 

D^Agostmo, 618n. 

Da Vinci, Leonardo, 10 
Darwin, 286n 
Das Gupta, 672n 
Davis, 228 

Davisson, 24Bn , 250, 253, 254, 256 
Davy, 33, 40 

De Broglie, 236-239, 242, 245, 259 
Debye, 432 
Dee, 606w 

Degeneracy, 273, 276, 291, 298, 348, 352 
nuclear, 393 
Degrees of freedom, 160 
energy of, 161, 163 
of waves in an enclosure, 164 
Democritus, 6 

Dempster, 546, 547w , 548, 733 
Dennison, 615n. 

Descartes, 22 


Dessauer, 654n 

Deuterium (heavy hydrogen), 393 
Deuteron (nucleus of hea\y hydrogen), 
580 

disintegration of, 580, 637 
range of, 561 
Deutsch, 645 
Dewar, 187 
Dieke, 422 
Dirac, 236, 286 
Dispersion, 22 

Displacement currents, 48, 50, 53 
Displacement law, 157, 182 
Dissociation, heat of, 409-410 
Distribution law, Boltzmann, 231 
Doan, 525, 527 
Doppler, 36 

Doppler effect (moving mirror), 154 
on spectral Imes, 124, 397 
Dow, 55 9n 
Drmkwater, 344n 
Drude, 100 
Druyvesteyn, 532w. 

Du Fay, 30 
Du Mond, 499n ,519 
Duane, 496n ,517 
DuBridge, 92w , 98, 107n. 

Dulong and Petit, law of, 424 
Dunlap, 618n , 691n 
Dunning, 619n , 653n 
Dunnmgton, 84, 181 n , 499n , 742 
Dushman, 260n , 271 n. 

E 

Eckart, 255 
Edison, 96 
Edl5n, 218 
Edwards, 409n 
Ehrenfest, 713 

Eigenvalues (eigenfunctions), 270 
Eighteenth century, physics m, 28-32 
Emstem, 91, 281, 283, 427, 430 
on relativity, 109, 117-120, 135-138 
Einstein frequency condition, 205 
Electricity, discoveries in, 30-32, 36-38 
Electrolysis, 37, 43 
Electromagnetic field, 48, 53-55 
energy m, 53 
momentum in, 53-54, 59 
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Electromagnetic field, theory of, 33, 
48-50 

Electromagnetic waves, intensity of, 
58 

Electron, 74 
charge, 83-85, 742 
discovery of, 80-83 
e/m, 81-82, 86 , 742 
emission due to photons, 60, 94-96 
(See also Photoelectric effect) 
energy loss by, (plot) 702 
energy, velocity and Up, (plot) 688 
mass, 84, 86 , (m/Ms) 217, 551, 742 
motion in magnetic field, 78 
range in air or Pb, 705 
rest energy, 585, 742 
Electron microscope, 242 
Electron-volt (ev), 214, 742 
relation to wave number, 222 
Electrons in complex atoms, 288-298, 
348-349, 360, 362 
transitions of, 316-318, 363 
creation of, 582, 600-601 
emission by photons, 601 
equivalent, 360 
free, 100-108 
K, L, M, 481 
in molecules, 412, 413 
recoil, 518, 521, 566-567 
Elliott, 645n 

Elhs, 555n , 556n , 563n , 565-567, 569, 
572n , 689n. 

Elster, 72, 73, 87, 96, 659 
Emissive power, 140 
Emissivity, 145 
Empedocles, 5 
Ende, van den, 437n 
Endoergic and exoergic reactions, 630- 
632 

ICnergy, conservation of, 33, 34, 44, 
131 

per degree of freedom, 161 
electromagnetic, 53, (waves) 57 
inertia of, 130, 581 
kmetic, relativistic, 129, 509, 687 
loss by charged particles, 65 
of oscillators in equilibnum, 171-175, 
177 

relativistic, 129-132 
released by fission, 654, 656--658 


Energy, released m nuclear reactions, 
575, 608 

calculation of, 608, 630 
rest, 130, 585 
of thermal agitation, 101 
Energy levels, 175-177, 215, 270 
in cm -1, 214, 222 
of harmonic oscillator, 271 
m magnetic field, 374, 377, 379, 387 
molecular, 401, 405, 408, 412-416 
nuclear (see Nucleus) 
of one-electron atom, 208, 273, 339 
of uranium, 492 
width of, 597, 640 

X-ray, 487-488, 493, 532, (reso- 
nance) 537 
Epstem, 389, 675 
Equipartition of energy, 161 
Estermann, 258 
Ether, 117 
Euler, 28 

ev ( ~ electron-volt), 214, 742 
Everblud, 593n 
Exchange effect, 308 
Excitation of atoms, 220-230 
Excitation potentials, 223 
Exclusion principle, 296 
Expansion chamber, 572 

F 

F, 349 
/,291 

Fabry, 185n., 397 

Fahie, 14n 

Fahrenheit, 29 

FaUmg bodies, laws of, 8, 14 

Fankuchen, (fig ) 258 

Faraday, 38-45, 74, 75 

Faraday (unit of charge), 74, 85, 742 

Faraday effect, 44 

Farkas, 449n 

Feather, 579n , (fig ) 617, 69 In. 

Fermat^s principle, 242 
Fermi, 615n , 617, 618, 650, 654, 655n , 
657 

Fermi-Dirac gas, 101 
Field, Coulomb, 295 
modified central, 289, 294-295 
Field currents, 99 
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Fine structure, m alkali-type spectra, 
335 

in molecular spectra, 414, 415 
for one-electron atoms, 342 
Fine structure constants, 340, 742 
Fink, 619n 
Fitzgerald, 116, 117 
Fizeau, 112 
Flerov, 655n 
Flugge, 552n , 733 
Fluorescence, 226 
Forsterling, 439n 
Foldy, 615n 
Foote, 221, 222 
Force, 28, 129 
Fortrat diagram, 417 
Foucault, 36 
Fowler, A , 329n , 344n. 

Fowler, R H , 43Sn 
Fowler, W A , 646?i , 647-649 
Frames of reference, 110 
inertial (or Galilean), 136 
Franck, 224, 227n. 

Franklin, 30 
Fraunhofer, 36 
Frenkel, 332n 
Fresnel, 35, 36, 112, 113 
Friedrich, 257, 469 
Frisch, 258, 651, 654 
Froman, (fig ) 685, 696n, 

Fryer, 62ln 

G 

Galileo, 12-17, 29 
Galvani, 37 
Gamertsf elder, 619n 
Gamma-ray microscope, 268 
Gamma-ray spectra, 565, 567 
Gamma rays, 555 
definition of, 615 
emission of, 568 
excitation of, 633-637 
internal conversion of, 567 
origm of, 567-569, 633 
scattering of, 511-522 
spectra, 565, 567 
Gant, 654n 

Gas constant, 163, 742 
Geiger, 199, 201-203, 621ti , 556n. 
Geitel, 72, 73, 87, 96, 659 


Gellibrand, 20 
Gerlach, 389 

Geomagnetic latitude, definition of, 
675n. 

Germer, 248n , 250, 253, 254, 256, (fig ) 
258 

Ghosh, 572n. 

Giauque, 419n 
Gilbert, 20 
Gill, 695 

Glancing angle, 471 
Glazebrook, 46n. 

Glockler, 423n 
Gockel, 660 

Goldhaber, 580, 619n , 646 
Goucher, 228, 229 
Gkiudsmit, 2B0n , 286, 336n, 

Gouy, 475 

Graaf, van de, 609, 610 
Gram-atom, 74 
Gram-ion, 74 
Gram-molecule, 74 
Graves, 69 7n. 

Gravitation, 20, 21, 26, 135-137 

Gray, L H , 603 

Gray, S , 30 

Green, G , 37 

Green, G K , 633 

Greenhill, 8 

Greinacher, 605n 

Greisen, 723, 729 

Grosse, 653n 

Grossman, 137 

Ground state — normal state, 208 
Guericke, 20 
Guggenheimer, 6447^ 

Guth, 638 

H 

h, 175 

Hacman, 560n. 

Hafstad, 636n. 

Hafner, 654n 

Haga, 457 

Hagenow, 463 

Hahn, 652n , 650, 652, 733 

Half-hfe, 561 

HaU, 726n. 

Hallwachs, 72 
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Hamermesh, 710 
Hamilton, 32, 238 
Hanstein, 655n 

Harmonic oscillators, 67, 171-175, 177, 
205-206, 271 
Harper, 684n. 

Hart, 21^^. 

Hartley, 187 
Hartley's law, 187 
Hartree, 296n 
Hatfield, 559n 
Haworth, 605, 616n , 619n 
Haxby, 631n , 653n , 654n 
Haxel, 560n, 

Haynes, 665 

Hazen, 689n , 691n , 695, 708, 711, 712, 
723n , 726, 729 

Heat, caloric theory of, 29, 33, 34 
discoveries in, 29, 33-34 
of dissociation, 404, 409 
kmetic theory of, 29, 32 
mechanical equivalent of, 34 
Heath, 5n 

Heisenberg, 236, 267, 268, 419 
Heitler, 514n, 518n, 600n, 700-703, 
704, 705n 

Helium, mass and bmdmg energy of, 586 
production of, 557 
spectrum of ionized, 216, 345 
Helmholtz, 34, 50 
Henderson, 608n , 654 
Henry, 45 
Herb, 635n , 636n 
Hertz, G., 224, 553 
Hertz, H , 50, 71, 72 
Herzberg, 356n , 399n , 409n, 412 
Hess, 660 
Hevesy, 555n 

High potentials, production of, 605, 610 

High-speed ions, production of, 609 

Hilberry, 718 

Hjalmar, 522 

Hoag, 718 

Hoffmann, 695 

Holes in subsheUs, 310, 491 

Hollnagel, 429n. 

Holloway, 559, 572 
Homonuclear molecules, 411, 423 
Hooke, 28 
Hoteko, 725 


Houston, 245n 
Howe, 527n. 

Huber, 631n , 639n. 

Hudson, C. M , 635rj , 636n 
Hudson, J C , 485n. 

Hudspeth, 618n 
Huggms, 188 

Hughes, 92-98n , 580n , (fig.) 692, 717n , 
724n., 726n 
Hmzmga, 532n. 

HuU, A W , 508n. 

HuU, G F., 60 
Hunt, 496n. 

Hurmuzescu, 455 
Huygens, 28, 114, 115 
Hydrochloric acid, specific heat of, 450 
molecular spectrum of, 403, 406, 410 
Hydrogen, Bohr^s theory of, 204-210 
energy levels of, 208, (table) 214, 215, 
(diagram) 219, 325 
heavy, 393, 553 
orthohydrogen, 448 
parahydrogen, 448 
spectrum of, (figs ) 189, 215 
fine structure of, 342-343 
isotope structure of, 393 
Hyperfine structure, 391-396 

I 

7, 393 
Ibser, 655 
Idei, 495n. 

Ikawa, 651n. 

Imbert, 457 
Imes, 407 

Impenetrability of molecules, 309 
Indeterminacy principle, 267-269 
Induced emission, 282 
Induction accelerator, 613 
Intensity of electromagnetic waves, 58 
Interference of hght, 35 
Invariant (relativistic), 135 
Ionic weight, 74 
Ionization, bursts of, 695 
Ionization of atoms, 220-231, 481 
by charged particles, 688-692, 705 
multiple, 223 
Ionization chamber, 455 
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Ionization energy of potential of atoms, 
210, 220, 230, (table) 231, (plot) 
329, (table) 739 
Isobars, 550, 592 
Isomers, 550 
Isoelectronic atoms, 317 
Isothermal enclosure, 145 
Isotope structure, 391, 419 
Isotopes, 546, 548-553, (table) 733 
separation of, 552, 626, 658 
Isotopic weight, 549 
Ives, 124n 

J 

Jeans, 160, 164, 372n 

Jentschke, 653 

Jesse, 722, 725, 728, 730 

Johnson, 108^2' , 67522- , 67822-., 68I21 , 730 

Johnston, 41921 

Johot, 576, 60021 , 603-605, 652n 
Jones, 605n 
Jongen, 664 
Joule, 34 

K 

K Imes or senes, 468, 479 
fc, 163 

Kaufman, 49521. 

Kayser, 186, 189, 336n. 

Keesom, 437n. 

Kellogg, 394n. 

Kelvin, 34 

Kennard, 102n., 16422- , I7I21 , 4492^ , 
49721 . 

Kepler, 17, 59 
Kepler^s laws, 18, 19 
Kerr, 45n 
Kerst, 613, 61421 
Kikuchi, 256, (fig.) 257 
Kimnra, 65122-. 

Kinetic theory of gases, 48 
Kmgshill, 727 
Kircher, 20, 29 
Kirchhofi's law, 143, 283 
Kirkpatrick, 501n , 519 
Klaiber, 62021. 

Klein, 52021. 

Klemperer, 603n. 

Knipping, 257, 469 


Knock-on electrons, 728 
Knox, 36 
Koch, 654n. 

Kock, 638 

Kolhorster, 660, 682, 683 
Korfi, 709n , 710 
Kossel, 53921 
Kramers, 419 
Kretschmar, 5102^ 

Krishnan, 420 
Kromg, 534 

Kruger, 600, (fig ) 601, (fig.) 632, 633, 
643 

Kuhn, 44021. 

Kmpers, 53222. 

Kulenkampff, 501 
Kunz, 8721. 

Kurlbaum, 171, 42021 
Kune, 60021 , 611 21. 

Kusaka, 73021. 

Kussman, 18321. 

L 

L hues or senes, 468, 479 
Ladenburg, 87, 18321 
Lagrange, 28 
Land4, 380 

Land6 g factor (splitting factor), 379- 
385, (table) 384 
Land4’s interval rule, 356 
Laplace, 37 
Lapp, 728n. 

Larmor, 37221. 

Larmor precession, 78, 372, 373 
Larsson, 523 
Laue, 257, 468 
Laue spots, 473 

Launtsen, 60821 , 64671 , 648-649 
Lawrence, 608n , 611, 612 
Lea, 62121 

Lead, spectrum of, 365 
X-rays from, 602 
Lebedev, 60 
Lees, 579 
Leibnitz, 28 
Lemaitre, 676, 676 
Lenard, 73, 85-87, 228 
Lenses, discoveries concerning, 20, 22, 
24 
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Leprmce-Rmguet, 713, 716 
Leu, 391 

Lewis, G N , 553 
Lewis, L G , 727 
Lewis, W. M. C , 438n 
Lienhard, 639n 

Light, corpuscular theory of, 94, 95 
Light, discoveries m, 29, 34-36 
electromagnetic theory of, 49 
velocity of. 111, 112, 118, 121, 136 
wave theory of, 24, 32-36, 95 
Lightnmg, 31 
Lmdemann, 430, 432 
Line breadth, 396-399 
Lipperhey, 14 
Little, 621 
Livemg, 187 
Livmgood, 625n , 626n 
Livmgston, 559, 560n,, 572, 608n, 609n , 
611, 626n 
Locher, 686 
Lodge, 14n 
Lombardo, 726, 729 
Long, 621 

Lorentz, 75, 76, lOOn , 112, 116, 117 
Lorentz transformation, 120-125 
Lorentz unit, 376 
Lena, 227n 

Luebke, 605n , 616n , 619n 
Lummer, 158, 171, 184 
Lyman senes, 213, 215 

M 

McClelland, 96 
McDaniel, 623n , 624n, 

MacDonald, 553n, 

Mach, 109n. 

McMillan, 615n 

Magnetic moment, of atom, 368 
measurement of, 390 
of nuclei, 391, 392, (table) 394 
of one-electron atom, 373 
due to orbital motion, 366 
due to spin, 286, 367 
of earth, 674 

Magnetism, 10, 20, 45, 314, 369 
Magneton, 374 
(nuclear), 394 
Maltezos, 467 


MandeviUe, 621 
Manley, 605n , 616n , 619n. 

Mann, 114n, 612n 
Marsden, 199, 201, 203 
Mass, atomic unit of, 550 
conservation of, 131 
electromagnetic, 68 
of energy, 130-132, 585 
mertial, definition of, 127 
reduced, 209 
rest, 128 

variation of, 126, 128 
Mass correction, 583, (fig ) 584 
Mass defect, 583n 
Mass numbers, 550, (table) 733 
Mass spectrograph, 545 
Masses of atoms, 549, (table) 733 
spectrum of, (photograph) 549 
Mattauch, 396, 552n., 733 
Matrix component, 284 
Maurer, 655 
Maxwell, 46-49, 50 
Maxwell’s equations, 51 
May, 640, 71 In 
Mayer, J E , 171n 
Mayer, M G , 171n. 

Mayer, R J , 34 
Mean life, 281 

Mechanics, discoveries m, 20, 27, 28, 
32 

as geometrical optics, 238 
relativistic, 126-132 
Mecke, 419n. 

Meggers, 221, 222 
Meitner, 600n ,651, 652, 654 
Mercury, spectrum of, 357 
Mersenne, 20 

Mesons (mesotrons), as cause of show- 
ers, 698, 730 
discovery of, 712-717 
energy loss by, (plot) 703 
in the atmosphere, 722-726, 728 
ionization by, 691 
mass of, 717 
mean life of, 717-719 
origin of, 720 
showers of, 726, 728 
Metals, electrons in, 100-108 
Metastable levels, 359, 569 
Michelson, 113, 185n , 391 
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Michelson-Morley experiment, 1 13-117, 
123, 343 
Micron, 185 

Microscope, electron, 242 
gamma-ray, 268 
Miller, 115n 

Millikan, 83, 84, 90, 91, 164« , 659w , 
660-666, 678, 680, (fig) 681. 714. 
730, 731 
Mitchell, 619n 
Mohler, 221, 222 

Molecules, average energy of, 161-163 
number m gram-molecule, 163 
Miller, 583n 

^Moment of inertia of molecules, 402 
Momentum, electromagnetic, 53-54, 
(waves) 58 

indeterminacy of, 266-269 
relativistic, 128, 130 
Montgomery, 699n 
Morgan, QQ8n 
Morley, 113 
Moseley, 479, 480 
Moseley’s law, 479, 482 
Mott-Smith, 686 
Multiple quantum states, 232 
Multiplets, 364 
of alkalis, 335 

LS or Russell-Saunders, 354-357 
of one-electron atoms, 339-345 
of spectral lines, 355 
Murphy, 393n 

N 

n, 579 

Nahrmg, 527 
Nassar, 708'a 

Neddermeyer, 693, (fig ) 694, 714, (fig ) 
715 

Nedzel, 655 

Neher, 665, 678, 680, (% ) 681, 726n , 
730, 731 

Neon spectrum, 224 
Neptunium, 633, 658 
Nereson, 697n , 709n , 7lQfi, 

Nernst, 432, 437n , 439 
Neuert, 629 
Neutrino, 571, 646 
Neutrons, 615 


Neutrons, capture of, 619, 620-624 
countmg of, 616 
discovery of, 576 
forces on, 590-594 
magnetic moment of, 620 
mass of. 551, 580 
mean free path of, 619 
radioactivity of, 644 
scattermg of, 620 
slow and theimal, 618, 632 
sources of, 615 
velocity of, 617 

(See also Nucleai reactions) 
Newton, 21—28, 30, 36, 109 
Nichols, 60, 429n , 430 
Nicholson, 37 
Nielsen, 698w 
Nier, 550n , 653n 
Nishma, 520n , 651«. 

Normal state, 208 
Normalization to unity, 266 
Northrup, 610n 
Nuclear reactions, 575-649 
alternative bombardments, 627 
products, 626, 628, 646 
determination of mass by, 629 
due to, a-rays, 575, 579, 604, 616, 626, 
635, 637 

deuterons, 616, 618, 626, 627, 629, 
631, 635, 649 
electron capture, 644 
electron impact, 637-638 
neutrons, 616, 618, 619, 626, 627, 
631, 632 

photons (photo disintegration), 627, 

637 

protons, 606, 608, 616, 624, 626, 
629, 631, 635, 636, 637, 646, 
(resonances) 634, 647 
emission of ot-rays, 606, 608, 626, 629, 
631, 632, 639, (spectra) 641 
of y-rays, 619, 626, 632, 633-637, 
644r-m 

of neutrons, 579, 604, 616, 618, 626, 
627, 629, 631, 632, (spectra) 
641, 650 

(See also Neutrons) 
of protons, 575, 626, 627, 631, 635, 
639 

endoergic or exoergic, 630 
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Nuclear reactions, energy relations, 
575, 606-609, 630, 636, 639-640 
excitation of, 629, 647 
identification of initial isotope, 626, 
627 

identification of product, 604 
isotopic product, 632 
nature of, 624-625 
notation for, 575, 625, 626 
resonance levels for, 639-641, 646- 
649 

with radioactive products, 625-628, 
645, 647 
Agioe, 627 
APs, 626 
As^S 628 
Aui9®, 632 

Co58, 045 
Mg27, 626 
Mn6^ 645 
604, 636 
Na22 028 

Na24, 626, 628, 632, 633 
Np239, 632 
Qi®, 648 
P30, 604, 626 
Pu239, 632, 633 
632 

032 

Z = (43), Z - (93), Z - (94), 633 
types of, 625 

AP^ 4- « P^o + n, 604 
pn HI BeS + a or 3«, 608 

BIO + a, 616 

pio 4- « + n, 604 

Be« 4- HI Be* + 624 

Be® + BIO + 041 

Be® 4- « 0^2 4. 579 

Be® 4- « 3Sri4 4. 579 

pis 4. HI 0^0 4" a, 608, 648 
F19 4- H^ Ne»o + n, 634 
pio 4- « Na®® 4- n, 639 
pifl 4. ^ ]sre22 + HI, 639 

m + H®, 619 

4- H® He® 4- n, 616 
Li7 4. HI 2He^ 606, 635 
Li« + H2-^LP + Hi, 635 
LP + n -H. H® 4* «, 616 
IStu 4_ ^ ^ 0^" + HS 575 
Nucleon, 583 


Nucleus, 199-200 

angular momentum (or spin), 392, 
393-394 

binding energy, 586-588 
constituents of, 581 
density of, 589 
energy and mass of, 586-588 
energy from, 575, 656 * 
energy levels, 567, 597, 640, 644 
metastable, 569 
of B'o, 642 
of Mg®^ 633 
of Ne®^ 641 
fission of, 650-658 
isomeric, 627, 633 

magnetic moment of, 391, 392, 

(table) 394 

mass and rest energy of, 583-588 
motion of, 208, 280 
quantum states of, 596 
radius of, 589 
structure of, 581-594 
theory of, 588-598, 651 
transformation of, 561-564, 573-576, 
603-606 

(See also Nuclear reactions) 

O 

Occhialini, 600n , 686 
Oersted, 38 

Ogle, 600, (fig) 601, (fig) 632, 633 
Ohphant, 633n 
Oppenheimer, 705n 

Orbits in one-electron atom, 208-210, 
233, 280 

Oscillators, harmonic, energy levels of, 
271 

quantum theory of, 205-206 
radiation by, 67 

in thermal equilibrium, 171-175, 177 
wave-mechanical theory of, 271 
Otis, 662n 

P 

P, 349 
p, 291 

Packing fractions, 584, (table) 733 
Page, 53n* 

Pair production, 600, 602, 633, 700, 705 
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Paneth, 555n 

Parratt, (fig ) 482, 494n , 531n , 532n , 
536?^ , (fig ) 538, 5d9n 
Particles, 264-267, 268-269 
in nucleus, 581, 588, 590 
Pascal, 20 

Paschen, 345, 377, 387 
Paschen-Back effect, 386-388 
Paschen senes, 213, 215 
Pauli, 290, 392 
Pauling, 271n , 311w 
Pegram, 61 9n 
Peierls, 588n. 

Pendulum, 14, 28 
Peregrinus, 10 
Period (of decay), 561 
Periodic system, 298-316 
Bohr's table for, 300 
standard table for, 738 
Perlow, 630 
Perot, 185ri 
Perrm, 80, 601 
Perturbation theory, 294 

zero-order, approximation, 296-298, 
347, 348 
Petrzhak, 655n 
Pfotzer, 725^1 
Phihpp, 600n 

Photoelectric effect, 71-108 
and Compton effect, 520, 602 
discovery of, 71 
due to 7 -rays, 565-567, 570 
due to X-rays, 506, 520 
nature of, 72-73, 85 
variation with frequency, 90 
with mtensity, 87 
with potential, 86 
various properties of, 91, 106 
Photoelectrons, energy of, 87, 90 
source of, 92-94, 105-107 
Photon, 95, 237, 285 
Picard, 27 
Pickavance, 71 In 
Pickering, 710n , 725n , 730, 731 
Pierce, 505n 
Placzek, 709n 
Plain, 635n , 636n 

Planck, 139, 170, 175-180, 183, 184, 204 
Planck's constant hj 91, 102, 175, 212 
742 


Planck's radiation law, 178-183 
Plutonium, 629, 633, 658 
Pohl, 457 
Poisson, 37 

Polarization of light, 35, 36 
PoUard, 577n , 733 
Pollock, 61 5n 
Pontecorvo, 618n 
Pool, 627n. 

Pose, 640, 641, 655 
Positive rays, 542 
Positrons, 555, 598-603 
Potential barrier (nuclear), 595 
Powell, 71 In , 723n 
Poynting’s vector, 54, 58 
Preston, 160 
Preston’s rule, 382-383 
Prmgsheim, 158, 171, 184 
Probability amplitude, 266 
Probability density, 266, 277 
Probabihty of transition, 284 
Protons, energy, velocity, and Hp for, 
(plot) 688 

energy loss by, (plot) 702 
forces on, 590-594 
ionization by, 691 
mass of, 551 
range of, 560 
scattermg of, 593 

(See also Xuclear reactions) 

Prout, 195 
Ptolemy, 9 
Pyrkosch, 659n. 

Pythagoras, 5 

Q 

Q (nuclear heat of reaction), 606, 609, 
630 

Quadrupole X-ray lines, 495 
Quantum defect, 328, 329 
Quantum numbers, for atoms, 272-273, 
288, 387 
F, M/, 394 
nZX/4, 272, 290, 296 
nl 3 m, 332 
/, M/, (nucleus) 393 
J M, 319, 351, 387 
L AS ZJ 322, 349, 351 
s fjL, 287 
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Quantum numbers, s p d . , 280 
... ,322 

of electrons in atoms, 289, 347, 362 
effective prmcipal, 328 
in K and L shells, 292 
for molecules (J) 401, (y) 404, (A) 
413, (^, K) 413, (/, M, Q) 414 
of X-ray levels, 490 
Quantum of energy, 91, 176, 177 
Quantum states, 175, 269, 288, 293 
in central field, 289, 332-335 
due to spin, 286 
in external field, 365 
of harmonic oscillator, 173 
of ions (X-ray), 481 
in magnetic field, 373, 377, 379, 387 
of many-electron atom, 293 
of molecules, 411-414 
diatomic, 401, 404, 405 
multiple, 232 
normal, 208 
nuclear, 596 

of one-electron atom, 207 
Quantum theory, 170, 175, 204-207, 
233 

{See also Wave mechanics) 

R 

R, R„ (see Rydberg constant) 

Rabi, 391, 394n. 

Radiation, absorption and emission of, 
176, 177, 280-283 
by charged particles, 60-68, 702- 
704 

dipole, 285 

by harmonic oscillator, 67 
quadrupole, 285, 495 
density of, 143, 146 
in electromagnetic field, 53 
intensity of, 58 
nature of, 528 

pressure due to, 59, 147-149, 183 
resonance, 225 
from a surface, 141, 143-144 
thermal, 139 

(See also Black-body radiation) 
Radioactive series, 562 
Radioactivity, 553-567 
definition of, 624r-625 
discovery of, 553 


Radioactivity, explanation of, 591, 
594-596 

mduced, 603-605 
Raman, 420 
Raman effect, 419-423 
Ramberg, 533w , 536w- 
Rasetti, 555n , 557n , 571n , 588?i., 
615n , 618n , 619n., 659w. 
Rawhnson, 507n. 

Rayleigh, 160, 164, 397, 419 
Rayleigh (R J Strutt), 22 6n. 
Rayleigh- Jeans formula, 160, 169 
Reflection from moving mirror, 152 
Reflectivity, 143 
Refraction, 9, 10, 20, 22 
of X-rays, 457, 522-527 
Regener, 662, 664 
Reich, 55 9n 
Reimann, 96n , 544^2. 

Relativity, 109-138 
and electromagnetism, 132-135 
mechanics, 126-132 
propagation of light, 111 
wave mechanics, 286 
general theory of, 135 
Newtonian, 109-111 
special theory of, 117-135 
Residual rays, 429 
Resonance potentials, 230 
Resonance radiation, 225 
Rest energy, 130, 585 
Richardson, 88, 89, 97, 344n 
Richardson^s equation, 97 
Richtmyer, 87n , 504n., 505^ , 531^2., 
533n , 536n. 

Right-handed axes, 51 
Ritz, 193 
Roberts, 636n. 

Robinson, 507, 509 
Romer, 30 

Roentgen, 451-453, 466 
Rogozmski, 728n, 

Rojansky, 271n. 

Rosenberger, 5n. 

Ross, 517 

Rossi, 684, 685, 696, 718, 719n , 729 
Royal Institution, 33, 40 
Ruark, 233n,, 372n , 399n 
Rubens, 171, 429, 430, 439 
Rumbaugh, 636n 
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Rmnford, 33 
Runge, 189 

Rutherford, 184, 197, 199-201, 203, 
555w , 556, 56Sn , 572n , 574, 575, 
578, 689n 

Rydberg, 189, 190-193 
Rydberg constant, 192, 211, 393, 742 
for one-electroni atom, 216 
Rydberg formula, 192, 194, 328, 35b 
Rydberg-Schuster law, 193, 219 

S 

5, 349 

6, 291 

Sadler, 459n , 465 
Saha, 641 
Savart, 38 
Saxena, 725 
Scattering of hght, 419 
multiple and single, 199 

(See also under object scattered) 
Schein, 695, 722, 725, 728, 730 
Schemer, 20 
Scherrer, 639n 

Schrodinger, 236, 237, 259, 269, 436, 
43871. 

Schuster, 193 
Screening of nucleus, 483 
Seaborg, 625n , 62671 , 733 
Segr^, 618n , 61971., 654n. 

Seitz, 108n 

Selection rules, m atoms, 285, 318 
m, 333, 363 
/ M, 320 
I, 322, 333, 363 
LaSX, 322, 350, 351, 387 
for configurations, 347, 353 
for molecules, J, 402, 406 
K, 414, 415 
AS, 413 

for Raman lines, 421 
for X-ray Imes, 493, 495 
Serber, 6147i , 707 
Series (spectral), discovery of, 186 
fundamental, 324 

interrelations between, 189, 193-195 
principal, sharp, diffuse, 190, 218- 
219, 323-325, 336 
relation to terms, 194 
X-ray, 483 


Shapiro, 711, 712 
Shaw, 52571 
Shdanow, 712 

Shells and subshells, 291-292, (tables) 
315, 490, 739 
Shimizu, 572 
Shockley", 108n 
Shoitley, 396 
Shoup, 63171 , 653/1 , 65471. 

Shutt, 726 

Siegbahii, 476, 504/i , 535/1 
Silbeistem, 12271 
Simon, 518 

Simultaneity, 118—120 
Skinner, 54071 
Skobelzyn, 682, 692 
Slater, SIIti. 

Smekal, 420 
Smith, 63771. 

Smythe, H D , 55271 , 655/i , 65671 , 658 

Smythe, W R , 5371 , 6 In 

SneU, 20, 655 

Snyder, 70571 

Soddy, 555n 

Sodium, eneigy levels, (diagrams) 219, 
325, 326-329, (table) 337 
quantum defects, 328 
spectrum, 190, 218, 325, (table) 337 
excitation of, 226-226 
Zeeman effect for, 385 
Soinmerfeld, 101, 233, 234, 34071 , 345, 
498 

Sound, discoveries m, 20 
Space quantization, 276, 389 
Space-time, 110 
Specific heats, 424—450 
of gases, classical theory of, 439-442 
as observed, 447 
quantum theory of, 442-447 
of solids, 424-438 

classical theory of, 426 
Debye's theory of, 432-438 
Emstem's theory of, 427 
of mixed solids, 438 
variation with temperature, 424- 
426, 435-438 
Spectra, absorption, 224 
alkah type of, 321-329, 335-338 
arc and spark, 187, 223 
continuous, 212, 224 
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Spectra, from ionized atoms, 317 
from many-electron atoms, 316-318 
molecular, 399 
(See also Bands) 

from one-electron atoms, 210-216, 
342-345 

two-electron type, 357-358 
(See also Senes, X-ray) 

Spectral lines, breadth of, 396-399, 
536 

Spin, electron, 286 

special correction due to, 340 
neutron and proton, 594 
nuclear, 393, (table) 394 
Spinks, 409n 
Spm-orbit effect, 294 
in central field, 329 
on LS terms, 354 
on magnetic levels, 388 
in molecules, 414 
in one-electron atom, 340 
Stanton, 729 
Starling, 53n 
Stark, 388 
Stark effect, 388 

Stationary states, 205, 269, 288, 293 
Statistical weights, 232 
Stearns, 678, (fig ) 685, 696n. 

Stebbins, S7n 
Stefan constant, 742 
Stefan-Boltzmann law, 149-152 
Stenstrbm, 522 
Stephens, 631n , 653n , 654n 
Stern, 258, 389 

Stern-Gerlach experiment, 389 
Stevenson, 717 
Stilwell, 124n. 

Stormer, 675 
Stokes’ law, 83 
Stoletow, 72 
Stoney, 74, 456 
Strassmann, 650, 652 
Straubel, 465 
Street, 717 
Streib, 647, 649 
Strutt, 226n 
Sundarachar, 644w. 

Swann, 780n* 

Synchrotron, 615 
Szilard, 655ti , 657 


T 

Tabm, 721 
Tarrant, 603 
Taylor, 391 
Telescope, 14, 15, 24 
Terms (spectral), 193-194, 214 
of alkali metals, 323, 326-329 
doublet, 335 
J3j 363 
LS, 352 

smglet and triplet, 357-358 
Thales, 5 
Thaxton, 593n. 

Thermionic emission, 96-99 
origin of thermions, 103 
Thermodynamics, 33, 34 
Thermometer, invention of, 29 
Thibaud, 527n 
Thompson, S P , 38w 
Thomson, G P , 104n , (fig ) 282 
Thomson, J J , 68, 96, 195, 543 
on electrons, 73, 80, 83, 85 
on X-rays, 195, 196-200, 453, 458 
Thornton, 627n , 652n 
Time (in relativity), 109, 118-124 
Tolman, 174n 
Tombouhan, 541n. 

Tomlinson, 648 

Torricelli, 20 

Townsend, 83 

Tracks, (photograph) 573 

Transitions, radiationless, 533 

Transmissivity, 143 

Transmutation of atoms, 561-664, 573- 
576, 605, 624-658 (see Nuclear 
reactions) 

Trautz, 450n 
Trischka, 539n. 

Turner, 650n , 664n., 666, 678, 679 
Tuve, 684n. 

U 

Uhlenbeck, 286 
Ubey, 496n, 

Uncertainty principle (see Indeter- 
minacy principle) 

Uranium, fission of, 662-658 
X-ray diagram for, 492 
Urey, 233n,, 372n , 399n , 553n 
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y 

Vaidyanathaii, 640 
Valence bonds, 308 
Vallarta, 675, 676 
Van Allen, 6d7n 
Van Atta, 610n 
Van de Graaff, 610 
Van de Graaff generator, 609 
Van den Ende, 437n 
Vector diagrams, 275 
for J M, 319 
for L S J, 351 

for Zeeman effect, 375, 378, 381 
Veksler, 615n 

Velocities, transformation of, 124 
ViUan, 454 

Vinci, Leonardo da, 10 
Viscosity of gases, 48 
Vogt, 485n, 

Volta, 37 
Volz, 620n , 621n 
von Baeyer, 569n 
von Wartenberg, 429n. 

W 

Waffier, 639n , 729n. 

Waldman, 638 
Walter, 457 
Walton, 605-608 
Warburton, 505n. 

Warren, 73071 

Wave equation, 259-263, 286, 293 
for harmonic oscillator, 271 
for a many-electron atom, 293-294 
for a one-electron atom, 272, 278 
for a particle, 263, 270 
Wave functions, 270, 286 
of harmonic oscillator, 271 
of one electron, in complex atom, 296, 
334 

of one-electron atom, 272, 278 
Wave length, de Broglie (of matter 
waves), 246-247 

measurement of, 35, 185, 476, 527 
Wave mechanics, of many-electron 
systems, 293-298, 335-349, 353 
of one particle, 334 
relativistic, 286 


Wave number, v, 185, 214 
in terms of electron-volts, 222, 742 
Wave packets, 265, 596 
Waves, electromagnetic, 55-60 
matter (electron), 235-259 
diffraction of, 248-259, (photo- 
graphs) 257-258 
molecular, 257 

physical significance of, 264-267 
refraction of, 239-244, 253-256 
wave length of, 244-248 
phase, 237 
Weber, 425 

Weighted average energy level, 356 
Weizel, 399n , 411n 
Wells, 609n , 631n , 653n , 65471 
Wentzel, 532n 
Westendorp, 614n 
White, A D , 16n 
White, C F , 361n , 365n 
White, H E , (fig ) 329, (fig ) 366, 384, 
(fig ) 392, 397n 

Weidenbeck, 621n , 634, 635, 638n. 
Wien, 157 

Wien displacement law, 157 
Wienh formula, 159 
WiUiams, R C , 343 
Wilhams, W E , 344n 
Wilson, A. H , 108n. 

Wilson, C T R , 518, 572n., 659, 689 
Wilson, E. B , Jr , 271n 
Wilson, R S , 632n. 

Wilson, V C., 724n. 

Wilson, W , 689 

Wmd, 457 

Winkelmann, 465 

Wollan, 664n , 722, 725, 728, 730 

Wood, 225, 245n , 422, 429n , 523n 

Wooster, 569 

Work function, 97, 98, 104 
Wulff, 396 

Wynn-Williams, 571n. 

X 

X-rays, 451-541 
absorption of, 464-468, 501-512 
absorption hues, 484-486, 536 
absorption limits, (table) 484, 486, 
488, (table) 510, 537, 539 
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X-rays, Auger effect, 533 
characteristic, 465 
continuous spectrum, 495-501 
definition of, 615 
diffraction of, 457, 468-473 
discovery and properties of, 451 
efficiency of production of, 501 
emission of, 456, 457 
energy levels for, 487-494, 532 
(resonance) 537 
spectroscopic notation for, 494 
excitation of, 486 

first-order or diagram fines, 483, 531 
fluorescence, 466-468, 487 
frequencies, 480, (tables) 484-485 
hardness of, 465 
homogeneous, 465 

intensity of, continuous spectrum, 
495, 499 
lines, 494 

measurement of, 454, 499 
involving periphery of atom, 536-539 
from multiple ionized atoms, 531-533 
and outer part of the atom, 536 
photoelectric effect of, 506, 520 
polarization of, 462 
pulse theory of, 455—456, 458-462 
quadrupole lines, 495 
quantum theory of, 489-495 
reflection of, total, 525 
refraction of, 457, 522 
scattering of, 457, 462-464, 510-522, 
(plot) 512 

classical (Thomson) theory of, 458 
Compton, 514-522 


X-rays, second-order (or satellite i lines, 
531 

from solids, 539 
spectra, 468, 477-486, 536 
origm of, 481-486, 497 
plots of, 482 

selection rules for, 493, 495 
spectrometer for, 473 
target thickness, effect ot, 498 
tubes for, 453 

wave lengths, 457, (table) 484 
measurement of, 473-477, 527 
X-imit (X U ), 185 

Y 

Yalow, 646/1 
Yasaki, 65 In 
Young, 34, 48, 95 
Yukawa, fi44, 721 

Z 

Zacharias, 394n. 

Zeeman, 75, 76, 79 

Zeeman effect, 75-79, 80, 83, 365-388 
anomalous, 365 

classical theory of, 76-79, 369-373 
m huge field, 373-378 
normal triplet, 365, 376, 383 
photographs of, 366 
m strong field, 386 
in weak field, 378-386 
Zmc, spectrum of, 187 
Zmn, 655n. 
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